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EUROPEAN PATENT APPLICATION 



(54) Vulcanizable liquid copolymer. 

@ There is disclosed a linear block copolymer comprising at least one triblock l-B-l, wherein I is a block 
of at least one polymerized conjugated diene of at least five (5) carbon atoms, such as isoprene, and B is 
a Hock of a polymer of at least one conjugated diene, different from that used to polymerize the block i, 
of at least four (4) carbon atoms, such as 1,3-butadiene. The B block is selectively hydrogenated, whfle 
each of the i blocks is hydrogenated and therefore retains a sufficient amount of its original 
unsaturation to vulcanize the copolymer. There is also disclosed an alternative linear block copolymer 
containing at least one triblock of the first polymer block made from a minor proportion of at least one 
aryj-substituted olefin, such as styrene, and a major proportion of at least one conjugated diene used to 
polymerize the block I, the second middle polymer block of at least one diene used to polymerize the 
block B, and the third polymer block which is the same as the first polymer block. In this alternative 
copolymer, the middle block is also selectively hydrogenated, thereby leaving the terminal polymer 
blocks with a sufficient amount of their original unsaturation to vulcanize the copolymer. The polymers 
can be cross) inked or functional ized through the terminal blocks containing the vinyl unsaturation. 
There are also disclosed random linear and star-branched block and random copolymers made from the 
same monomers as the linear block copolymers. 

Also disclosed are methods of producing the polymers and selectively hydrogenating the aforemen- 
tioned polymerized dienes. 
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VULCANIZABLE LIQUID COMPOSITIONS 



This Invention relates to liquid block copolymers having unsaturation only in the terminal blocks ; and to 
processes for the preparation thereof. More particularly, the invention relates to liquid block copolymers com- 
prising triblock units wherein the middle block of each triblock unit is substantially selectively hydrogenated (and 

5 therefore contains substantially no unsaturated groups) while each of the terminal blocks of each triblock unit 
contains a sufficient amount of unsaturation for vulcanisation. The invention also relates to random liquid 
copolymers which, when selectively hydrogenated, contain molecules having substantially saturated back- 
bones and random, pendant unsaturation. The invention further relates to chemically modified derivatives of 
the above block and random copolymers. 

io Crosslinking of the polymers of the invention produces elastomerlc vulcanizates having unusual and desi- 
rable properties ; for example, high elongation and excellent aging characteristics. 

Elastomers (or rubbers) of either natural or synthetic origin usually require vulcanization (also referred to 
as crosslinking) for transformation into insoluble, high strength elastomerlc products. Before vulcanization, rub- 
bers possess inferior properties ; for example, low strength, which limit their utility. 

15 There are a number of well known methods for achieving the vulcanization of unsaturated elastomers. Such 
methods include the use of sulfur and accelerators, peroxides, benzoquinone dioxime, certain phenolic resins 
and similar agents. Any of the above or any other well known vulcanizing techniques may be utilized to crosslink 
the elastomers of this invention. 

Liquid elastomers are well known and are used in various applications. These prior art liquid elastomers, 

20 with either high or low levels of unsaturation, are characterized in that, having random unsaturation, they are 
randomly crosslinked during vulcanization. The success of vulcanization in incorporating all molecular chains 
into the final crosslinked network with minimal "loose ends" is termed the degree of network perfection. An 
imperfect network, wherein crosslinks occur randomly and sometimes not near the end of a molecular chain, 
produces a vulcanized polymer having poor mechanical and elastomeric properties caused by chain ends which 

25 are not a part of the tightly bound network. In order to insure the highest degree of network perfection attainable, 
randomly unsaturated elastomers must be crosslinked extensively. However, the large number of crosslinks 
necessary dictates that the average distance between crosslinks (M c ) must be relatively small in comparison 
with the dimensions of the whole molecule. Elastomeric properties depend greatly on M c : the smaller the M c 
the worse are the elastomeric properties ; for example, the lower the elongation of the polymer. 

30 Hitherto, the art has failed to produce liquid elastomers having the capability of maintaining relatively large 

distances between cross-links (high M c ) after vulcanization. 

Accordingly, this invention seeks to provide liquid elastomers capable of being vulcanized to a substantially 
perfect network with a distance between crosslinks nearly equivalent to the dimensions of the unvulcanized 
elastomeric molecule. In addition to expected improvements in elastomeric properties, the saturated main chain 

35 of the polymers of this invention provides a high degree of oxidative and thermal stability. Unique materials 
can also be obtained by chemical modification of the polymers of this invention since the polymers of the inven- 
tion can be selectively modified at the terminal ends of the molecules. 

It is an additional object of this invention to provide a method for the production of random copolymers hav- 
ing controlled amounts of unsaturation incorporated randomly in an otherwise saturated backbone. In contrast 

40 to EPDM, the level of unsaturation can be inexpensively and easily controlled, e.g.. from 1% to 50%, to provide 
a wide variation in vulcanization rate and potential co-curability with various highly unsaturated rubbers based 
on butadiene or isoprene. 

As used herein, the symbols I and B refer to differing conjugated dienes. The symbols (I) and (B) refer to 
blocks of a copolymer, each such block comprising at least a minor amount of polymerised I and B, respectively. 

45 In addition, the block may comprise (a) further comonomer(s) ; for example, (I) may comprise up to 70 molar 
percent of an aryl-substituted olefin which may be block or randomly copolymerised therewith. Where this 
occurs, (I) is sometimes herein defined as (A) and (B) as (D), respectively. In the symbols (I)* and (B)y, x and 
y define the average number of (co)polymerised mononer units in the block. Where two such of these values 
may differ, as In a triblock copolymer or triblock segment of a copolymer, they are differentiated as x and x 1 . 

so More generally, each such x is defined as xi ; for example, in a star-branched block copolymer xi represents 
the value of the I th (I) branch while in a multiblock copolymer xi represents the value of the I th (I) block. 

In one embodiment of the invention, there is provided a liquid block copolymer comprising at least three 
alternating blocks : 

(IMBMI), 

55 wherein I is a block of at least one polymerized conjugated diene having at least five (5) carbon atoms and the 
following formula 
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R 1 - C = C - C = C - R 6 (1) 
R 2 R 3 A 4 R 5 

wherein R 1 - R 6 are each hydrogen or a hydrocarbyl group, provided that at least one of R*-R 6 is a hydrocarbyl 
group and further provided that the structure of the residual double bond in the polymerized block I has the 
10 following formula 

f 

R 1 - C = C - R 111 (2) 
R W 



15 



wherein R'. R", R in and R ,v are each hydrogen or a hydrocarbyl group, provided that either both R' and R" are 
hydrocarbyl groups or both R"' and R' v are hydrocarbyl groups ; B is a block of a polymer of at least one con- 
20 jugated diene, different from that used to polymerize the I block, having at least four (4) carbon atoms and the 
following formula 



25 



30 



35 



R 7 - C = C - C = C - R 12 (3) 
R 8 R 9 R 10 k n 

wherein R 7 -R 1z are each hydrogen or a hydrocarbyl group, provided that the structure of the residual double 
bond in the polymerized conjugated diene of formula (3) (block B) has the following formula 



C = C - R C (4) 



wherein R«, R b , R c and R d are each hydrogen (H) or a hydrocarbyl group, provided that one of R" or R b is hyd- 
rogen, one of R c or R d is hydrogen and at least one of R\ R b , R c or R d is a hydrocarbyl group ; x is at least 1, 
preferably 1 to 30, more preferably 2 to 20, and most preferably 3 to 10, and y is at least 25, preferably 30 to 

4o 275, more preferably 85 to 225, and most preferably 130 to 200. It will be apparent to those skilled in the art 
that in the residual doubie bond of formula (2), R l . R", R ni and R ,v may all be hydrocarbyl groups. 

The hydrocarbyl group or groups in the formulae (1) and (2) are the same or different and they are substi- 
tuted or unsubstituted alkyl, alkenyl, cycloalkyl, cycloalkenyl, aryl, alkaryl or aralkyl groups or any isomers 
thereof. Examples of suitable conjugated dienes used to polymerize the I block are isoprene, 2.3-dimethyl 

45 butadiene, 2-methyM,4-pentadiene or myrcene. The hydrocarbyl groups in formulae (3) and (4) are the same 
as those described above in conjunction with the discussion of formulae (1) and 2. Suitable conjugated dienes 
used to polymerize the B block are 1,3-butadiene or 1,3-pentadiene. After the polymerization is completed, the 
block polymer is hydrogenated so that the block B is selectively hydrogenated to such an extent that it contains 
substantially none of the original unsaturation, while each of the blocks I retains a sufficient amount of its original 

50 unsaturation to cure (or vulcanize) the block copolymer. The block copolymer is terminated at both ends with 
a block I. 

In an alternative embodiment, there Is provided a block coplymer comprising at least three alternating 
blocks : 

(AMDMA), 

55 wherein the block A is a block or random copolymer of about 30 to about 70%, preferably about 40 to about 
60%. by mole of at least one aryi-substituted olefin, such as sytrene, 2-phenyl afpha-otefins, alkylated styrene, 
vinyl naphthalene or alkylated vinyl naphthalene, and about 30 to about 70%, preferably about 40 to about 60%, 
by mole of at least one conjugated diene of formula (1), discussed above ; D is a block of a polymer of at least 
one conjugated diene of formula (3), discussed above, which is different from the conjugated diene of formula 
(1) used to polymerize the block (A) ; x is about 2 to about 30%, preferably about 4 to about 16%, by wt, of 
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10 



15 



the weight of the triblock copolymer, and y is about 40 to about 96%, preferably about 68 to about 92 % by 
of the weight of the triblock copolymer. Examples of suitable conjugated dienes used to polymerize he A block 
a^e isoprene, 2,3^imethyl butadiene, myrcene or 2-methyM.3-pentadiene. Suitable conjugated dienes used 
to polymerize the D block are 1 ,3-butadiene or 1 ,3-pentadiene. 

After this block copolymer is polymerized, it is hydrogenated, so that the block D is selectvely hydrogenated 
to such an extent that it contains substantially none of the original unsaturation, while each of the blocks A 
retains a sufficient amount of the original unsaturation of the conjugated diene present in each of the A blocks 
to cure the block copolymer. The block copolymer of this embodiment is terminated at both ends with a block 

K The blocks A and I are referred to hereinafter as the "terminal blocks", and the blocks B and D as the "middle 

b, ° C Yet another embodiment is directed to a block copolymer comprising at least three alternating blocks : 

l-D-A 

wherein the blocks I, D and A are polymerized from the same monomers as discussed above for the respective 
blocks The block copolymer comprises about 1 to about 15, preferably about 2 to about 8% wt. of the block , 
about 2 to about 30, preferably about 4 to about 16% wt. of the blocks A and about 55 to about 97. preferably 
about 76 to about 94% wt. of the blocks D. The block A of this copolymer is either a block or a random copolymer 
of about 30 to about 70% by mole of at least one aryi -substituted olefin and about 30 to about 70% by mole of 
at least one conjugated diene of formula (1 ). 

Another embodiment of the invention is directed to random copolymers of at least one conjugated diene 
of formula (1) and at least one conjugated diene of formula (3), both discussed above, provided that the diene 
of formula (3) is different from the diene of formula (1 ). This random copolymer contains about 1 .0 to about 25, 
preferably about 1.0 to about 10% by mole of the polymerized conjugated diene of formula (1) and about 75 
to about 99%, preferably about 90 to about 99% by mote of the conjugated diene of formula (3). This random 
copolymer is also selectively hydrogenated. so that the polymerized diene of formula (3) contains none of the 
original unsaturation, while the polymerized diene of formula (1) retains a sufficient amount of the original 
unsaturation to cure the random copolymer. 

Another embodiment of this invention is directed to random copolymers of at least one aryl-substttuted ole- 
fin at least one conjugated diene of formula (1 ) and at least one conjugated diene of formula (3), both discussed 
above provided that the conjugated diene of formula (1) is different from the conjugated diene of formula (3). 
This random copolymer contains about 0.3 to about 15% by mole of the aryl-substituted olefin, about 1.0 to 
about25%. preferably about 1 .0 to about 10%, by mole of the conjugated diene of formula (1), and the remainder 
of the conjugated diene of formula (3). This random copolymer is also hydrogenated, so that the polymerized 
diene of formula (3) is selectively hydrogenated to such an extent that it contains none of the original unsatu- 
ration, while the polymerized diene of formula (1 ) retains a sufficient amount of the original unsaturation to cure 
the random copolymer. 

Yet another embodiment of the invention is directed to star-branched block and random polymers. The star- 
branched block polymers are made from any combination of blocks I and B, A and D. or I, D and A. providing 
that each free end (i.e.. uncoupled end) of the star-branched polymer is either an I or an A block, respectively. 
The star-branched block polymers are selectively hydrogenated to such an extent that blocks B or D contain 
substantially none of the original unsaturation. while each of the blocks I and A, respectively, retains a sufficient 
amount of the original unsaturation of the conjugated dienes present therein to cure the star-branched block 
45 polymers. 

The star-branched random polymers are made from any combination of dienes of formulae (1 ) and (3), pro- 
viding that the diene of formula (1 ) is different from the diene of formula (3). or from at least on aryt-substituted 
olefin, at least one diene of formula (1) and at least one diene of formula (3). providing that the diene of formula 
(3) is differentfrom the diene of formula (1). The star-branched random polymers are selectively hydrogenated, 
so that the polymerized diene of formula (3) contains none of the original unsaturation, while the polymerized 
diene of formula (1) retains a sufficient amount of the original unsaturation to cure the star-branched random 
polymers. 

The copolymers of all embodiments are prepared under anionic polymerization conditions. After the selec- 
tive hydrogenation reaction, the hydrogenation catalyst is removed from the polymer. 

In ail embodiments of this invention, whenever a reference is made to the "residual double bond" of the 
block or random polymer (or copolymer), it is understood to be the residual double bond prior to the hydroge- 
nation reaction. The stucture of the residual double bond can be determined in any conventional manner, as 
is known to those skilled in the art. e.g., by infrared (IR) or NMR analysis. 

The term "original unsaturation", as used herein, means the sum total of the unsaturated groups present 
in all blocks of the copolymer prior to the selective hydrogenation reaction. The unsaturation can be quantified 
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in any conventional manner, e.g., by reference to the Iodine Number of the polymer. For example, for a block 
copolymer of the first embodiment wherein the I blocks are polyisoprene and the B block is poly butadiene, the 
5 Iodine Number before selective hydrogenation for each of the I blocks is 373 and for the B block it is 470. After 
selective hydrogenation is completed, the Iodine Number for each of the I blocks is about 75 to about 373, and 
for the B block it is about 0 to about 50, preferably about 0 to about 2.5 and most preferably about 0 to about 
1. 

In any polymers of any of the embodiments of this invention, the microstructure of the polymerized conju- 

10 gated diene of formula (3), e.g., blocks B or D in the block copolymers, must be such that the polymer is not 
excessively crystalline after the selective hydrogenation reaction, i.e., after the selective hydrogenation reaction 
the polymer must retain its elastomeric properties e.g., the polymer should contain not more than about 10% 
of polyethylene crystallinity. This is accomplished by introducing side branches into the polymerized conjugated 
diene of formula (3), e.g., by controlling the microstructure of 1,3-butadiene if it is the predominant monomer 

15 in the diene of formula (3), by using a mixture of dienes of formula (3) containing less than predominant amounts 
of 1,3-butadiene or by using a single diene of formula (3), other than 1 ,3-butadiene. More particularly, if the 
conjugated diene(s) of formula (3) is predominantly (at least 50% by mole) 1,3-butadiene, the side branches 
are introduced into the polymer by insuring that the polymerized diene of formula (3) contains a sufficient 
amount of the 1,2-units to prevent the selectively hydrogenated polymer from being excessively crystalline. 

20 Thus, if the conjugated diene of formula (3) is predominantly (at least 50% by mole, e.g., 100% by mole) 1,3- 
butadiene, the polymerized diene of formula (3), prior to the selective hydrogenation reaction, must contain not 
more than about 75% wt, preferably about 10 to about 70% wt, and most preferably about 35 to about 55% 
wt. of the 1 ,4-units, and at least about 25% wt., preferably about 30 to about 90% wt., and most preferably about 
45 to about 65% wt. of the 1,2-units. If the polymerized diene(s) of formula (3) contains less than 50% by mole 

25 of 1,3-butadiene, e.g., 1,3-pentadiene is used as the only diene of formula (3), the microstructure of the 
polymerized diene of formula (3) prior to the selective hydrogenation reaction is not critical since, after hyd- 
rogenation, the resulting polymer will contain substantially no crystallinity. 

In all embodiments of the invention, mixtures of dienes of formulae (1) or (3) may be used to. prepare block 
copolymers (iV^y-COxi (A) x -(D) y -(A) x or l-D-A, any of the random copolymers or star-branched block and ran- 

30 dom polymers of the invention. Similarly, mixtures of aryl-substituted olefins may also be used to prepare block, 
random or star-branched copolymers of this invention. Accordingly, whenever a reference is made herein to a 
diene of formulae (1) or (3), or to an aryl-substituted olefin, it may encompass more than one diene of formulae 
(1) or (3), respectively, and more than one aryl-substituted olefin. 

35 BRIEF DESCRIPTION OF THE FIGURES 

Figure 1 shows the relationship of viscosity as a function of molecular weight for the unhydrogenated iso- 
prene - butadiene - isoprene triblock polymer of this invention. 

Figure 2 shows the relationship of viscosity as a function of molecular weight for the hydrogenated isoprene 
40 - butadiene - isoprene triblock polymer of this invention. 

Figures 3 and 4 show properties of the cured selectively hydrogenated isoprene-butadiene-isoprene polym- 
ers of this invention as a function of molecular weight thereof. 

DETAILED DESCRIPTION OF THE INVENTION 

45 

The block copolymers of this invention comprise three or more alternating blocks, identified above. Linear 
block copolymers having more than three blocks are contemplated herein, although they do not appear to exhib- 
it better properties than the block copolymers containing only three blocks. However, star-branched block 
polymers containing any combination and number of blocks I and B, A and D, or I, D and A are also contemplated 
50 herein, providing that they are terminated either by blocks I or A, respectively. The central (middle) block of 
each linear three block unit is substantially completely saturated, while the terminal blocks contain controlled 
levels of unsaturation providing a hydrocarbon elastomer with - unsaturation. The length of the central saturated 
block defines the distance between crosslinks (M c ) in the vulcanized elastomers. Because of the - placement 
of the unsaturation, very low levels of residual double bonds are required to attain excellent vulcanization. The 
55 low level of unsaturation In the selectively hydrogenated triblock polymer and its terminal positioning provide 
excellent oxidative stability to the polymers of this invention. 

Without wishing to be bound by any theory, it is believed that the - placement of unsaturation in the polymers 
of this invention imparts to the polymers excellent elastomeric properties which were absent in prior art ther- 
mosetting liquid elastomers which required a multiplicity of relatively closely spaced crosslinks. 

The combination of elastomeric properties and oxidative stability possessed by the polymers of this inven- 
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tion makes them suitable for many end uses, such as sealants, caulks and adhesives. 

Many variations in composition, molecular weight, molecular weight distribution, relative block lengths, 
microstructure, branching and Tg (glass transition temperature) attainable with the use of anionic techniques 
employed in the preparation of our polymers will be obvious to those skilled in the art. 

While not wishing to limit the molecular weight range of liquid elastomers prepared according to our inven- 
tion, the minimum molecular weight for these liquid polymers is at least about 2.000, preferably about 5.000 to 
about 15,000, and most preferably about 7,500 to about 1 0,000. Star-branched block and random polymers of 
this invention may have substantially higher molecular weights and still retain liquid properties. For example, 
liquid star-branched block polymers having molecular weight of about 34,000 have been prepared. The block 
copolymers of this invention are vulcanizable. Without wishing to be bound by any theory of operability, it is 
believed that they can be crosslinked (or vulcanized) in a controlled manner through the unsaturated groups 
on the terminal blocks to provide a very strong and orderly matrix of crosslinkages having almost uniform dis- 
tribution of molecular weights between crosslinks. M c . The random and star-branched copolymers of this inven- 
tion are also vulcanizable. The designation M c , as used herein for the block copolymers means the length of 
the middle block. For random copolymers, M c is calculated by dividing number average molecular weight, M„, 
of the polymer by the average number of crosslinks per chain plus I. 

The invention will be described hereinafter in terms of the embodiments thereof summarized above. How- 
ever, it will be apparent to those skilled in the art, that the invention is not limited to these particular embodi- 
ments, but, rather, it covers all the embodiments encompassed by the broadest scope of the description of the 
invention. 

Liquid Block Copolymers From at Least Two Dissimilar Conjugated Pienes 

In this embodiment of the invention, there is polymerized a block copolymer comprising at least three alter- 
nating blocks : 

<lMB)y-(l)x 

wherein : 

I is a block of at least one polymerized conjugated diene having at least five (5) carbon atoms and the fol- 
lowing formula 

R X -C = C- C = C-R 6 (1) 

l 2 I3 U 15 
IT R J R R 



wherein R 1 - R 6 are each hydrogen or a hydrocarbyl group, provided that at least one of R 1 -R 6 is a hydrocarbyl 
group, and further provided that the structure of the residual double bond in the polymerized block I has the 
following formula 



XI 



R - C - C - R 



■III 



(2) 



wherein R', R", R ,n and R N are each hydrogen or a hydrocarbyl group, provided that either both R' and R» are 
hydrocarbyl groups or both R" 1 and R lv are hydrocarbyl groups ; 

B is a block of at least one polymerized conjugated diene, different from that used to polymerize block I, 
having at least four (4) carbon atoms and the following formula 



R 7 - C = C - C = C - R 12 (3) 



R 11 

wherein R 7 -R 12 are each hydrogen or a hydrocarbyl group, provided that the structure of the residual double 
bond in the polymerized block B has the following formula 



6 



BP 0 441 485 A2 



fe - C - R C 



(4) 



10 wherein R«, R b , R c and R d are each hydrogen (H) or a hydrocarbyl group, provided that one of R» or R b is hyd- 
rogen, one of R c or R d is hydrogen and at least one of R\ R\ R c or R d is a hydrocarbyl group ; 

x is at least 1 , preferably 1 to 15, more preferably 2 to 10, and most preferably 2 to 7, y is at least 25, pref- 
erably 90 to 300, more preferably 130 to 200, and most preferably 140 to 200. The above definition of x means 
that each of the I blocks is polymerized from at least 1, preferably from 1-15, more preferably from 2-10 and 

15 most preferably from 2-7 monomer units. For some special applications, each of the I blocks is polymerized 
from 20-30 monomer units. The block polymers containing such large I blocks have increased vulcanization 
rate, as compared to those containing smaller I blocks, and are co-vulcanization with diene rubbers available 
in the art, e.g., polybutadiene and natural rubbers. The block polymers containing such large I blocks can be 
blended with diene rubbers by conventional methods and subsequently vulcanized to produce novel compo- 

20 sitions of this invention. The resulting materials are expected to have increased oxidation and ozone degra- 
dation resistance as compared to known diene rubbers alone, and therefore are expected to be valuable 
materials for the production of white sidewalls of tires and similar articles. 

Similarly, the above definition of y means that each of the B blocks is polymerized from at least 25, pref- 
erably from 90 to 300, more preferably from 130 to 200, and most preferably from 140 to 200 monomer units. 

25 In the residua! double bond of formula (2), R', R", R ,n and R 1V may all be hydrocarbyl groups. 

The structures of the residual double bonds defined by formulae (2) and (4) are necessary to produce 
copolymers which can be selectively hydrogenated in the manner described herein, to produce the selectively 
hydrogenated block and random copolymers of this invention. 

The block copolymer comprises about 0.5 to about 25%, preferably about 1 to about 5% by wt. of the I 

30 blocks, and about 75 to about 99.5%, preferably about 95 to about 99% by wt. of the B blocks. 

The hydrocarbyl group or groups in the formulae (1) and (2) are the same or different and they are substi- 
tuted or unsubstituted alkyl. alkenyl, cycloalkyl, cycloalkenyl, aryl, alkaryl or aralkyl groups or any isomers 
thereof. Suitable hydrocarbyl groups are alkyls of 1-20 carbon atoms, alkenyls of 1-20 carbon atoms, cycloalkyls 
of 5-20 carbon atoms, cycloalkenyls of 5-20 carbon atoms, aryls of 6-12 carbon atoms, afkaryls of 7-20 carbon 

35 atoms or aralkyls of 7-20 carbon atoms. Examples of suitable alkylgroups are methyl, ethyl, propyl, butyl, pentyl, 
hexyl, heptyl, octyl, decyl, methyl-decyl or dimethyl-decyl. Examples of suitable alkenyl groups are ethenyl, pro- 
penyl, butenyl, pentenyl or hexenyl. Examples of suitable cycloalkyl groups are cyclohexyl ormethylcyclohexyl. 
Examples of suitable cycloalkenyl groups are 1-, 2-, or 3-cyclohexenyl or 4-methyl-2-cyclohexenyl. Examples 
of suitable aryl groups are phenyl or diphenyl. Examples of suitable alkaryl groups are4-methyl-phenyl (p-tolyl) 

4o or p-ethyl-phenyi Examples of suitable aralkyl groups are benzyl or phenethyl. Suitable conjugated dienes of 
formula (1) used to polymerize the I block are isoprene, 2,3-dimetnyl-butadiene, 2-methyl-1 ,3-pentadiene, myr- 
cene, 3-methyl-1 ,3-pentadiene, 4-methyl-1,3-pentadiene, 2-phenyM,3-butadiene, 2-phenyM ,3-pentadiene, 
3-phenyl-1 ,3-pentadiene, 2,3-dimethyl-1,3-pentadiene, 2 -hexyl- 1,3-butadiene, 3-methy1-1 ,3-hexadiene, 2- 
benzyl-1,3-butadiene, 2*p-tolyl-1 ,3«butadiene or mixtures thereof, preferably isoprene, myrcene or 2-methyl- 

45 1 ,3-pentadiene, and most preferably isoprene. 

The hydrocarbyl group or groups in the formula (3) may or may not be the same as those in formula (4). 
These hydrocarbyl groups are the same as those described above in conjunction with the discussion of the 
hydrocarbyl groups of formulae (1) and (2). Suitable monomers for the B block are 1,3-butadiene, 1 ,3-pen- 
tadiene, 2,4-hexadiene, 1 ,3-hexadiene, 1 ,3-heptadiene, 2,4-heptadiene, 1 ,3-octadiene, 2,4-octadiene, 3,5-oc- 

50 tadiene, 1,3-nonadiene, 2,4-nonadiene, 3,5-nonadiene, 1,3-decadiene, 2,4-decadlene, 3,5-decadiene or 
mixtures thereof, preferably 1,3-butadiene, 1,3-pentadiene, 2,4-hexadiene or 1,3-hexadiene, and most prefer- 
ably it is 1,3-butadiene. It Is preferred that each of the B blocks is polymerized from a single monomer. 
The block copolymer of this embodiment is terminated at both ends with a block I. 
The scope of this embodiment, and of any other embodiments of the invention wherein the block B is used, 

55 also encompasses polymers wherein the central block B may comprise copolymers of one or more conjugated 
diene of formula (3) and controlled amounts (about 0.3 to about 30 mole%) of an aryl-substituted olefin, e.g., 
styrene or other suitable monomers {such as alkylated styrene, vinyl napthalene or alkylated vinyl naphthalene) 
incorporated for control of glass transition temperature (Tg), density, solubility parameters and refractive index. 
Suitable aryl-substituted olefins are those described below In conjunction with the second embodiment of the 
invention. Similarly, the scope of this embodiment also encompasses polymers wherein the central block B may 

7 



EP0 441 485 A2 



be comprised of copolymers of one or more conjugated diene of formula (3) and any other anionically polymeri- 
zable monomer capable of polymerizing with the conjugated diene of formula (3). 
5 It will be apparent to those skilled In the art that proper choice of polymerization parameters can produce 
polymers with a great variety of compositional and structural differences, falling within the scope of our inven- 
tion. Changes in composition of the central block B control the nature of the rubbery properties while changes 
in the terminal blocks permit response to different vulcanizing agents, e.g., quinone dioxime, sulfur-based and 
phenolic resin cure systems. 

10 The block copolymer is polymerized by any conventional block copolymerization process, such as anionic 
polymerization, discussed in detail below. As will be apparent to those skilled in the art, the copolymer of this 
embodiment contains at least three alternating blocks, l-B-l, referred to herein as the triblocks or triblock units, 
but it may contain an unlimited number of blocks, so long as the entire block copolymer Is terminated at both 
ends by the I blocks. Polymers having more than three blocks (such as five) allow crosslinking to take place 

is at the ends and in the central portion, but maintain a controlled large distance between crosslinks. It is important 
to have the block copolymer terminated at each end with the I blocks to assure that there are unsaturated groups 
at each end of the block copolymer enabling the block copolymer to be cross-linked or functional ized at the 
terminal ends thereof. The term "functtonalized" is used herein to describe chemical modifications of the unsatu- 
rated groups to produce functional groups, the nature of which is described in detail below. The crosslinking 

20 of the functionalized and nonfunction alized copolymer chains is conducted in a conventional manner and is 
described below. 

After the block copolymer is polymerized, it is subjected to a selective hydrogenation reaction during which 
the B blocks of the block copolymer are selectively hydrogenated to such an extent that they contain substan- 
tially none of the original unsaturation, while the I blocks retah a sufficient amount of their original unsaturation 

25 to cure the block copolymer. Generally, for a block copolymer wherein the I and B blocks are polymerized from 
any of the monomers discussed above, the Iodine Number for the I blocks after the selective hydrogenation 
reaction Is about 20 to about 100%, preferably about 50 to about 100%, and most preferably about 100% of 
the Iodine Number prior to the selective hydrogenation reaction and for the B blocks it is about 0 to about 10%, 
preferably about 0 to about 0.5%, and most preferably about 0 to about 0.2% of the Iodine Number prior to the 

M selective hydrogenation reaction. The Iodine Number, as is known to those skilled in the art, is defined as the 
theoretical number of grams of iodine which will add to the unsaturation in 100 grams of olefin and is a quan- 
titative measure of unsaturation. 

In this embodiment of the invention, although the microstructure of the I blocks is not critical and may consist 
of 1 ,2-, 3,4- and/or 1 ,4-units, schematically represented below for the potyisoprene blocks, when a polar com- 

35 pound is used during the polymerization of the I block, the I blocks comprise primarily (at least about 80% wt.) 
3,4-units, the rest being primarily (about 20% wt.) 1,2-units ; when the polar compound is not used during the 
polymertzaton of the I block, the I blocks comprise primarily (about 80% wt.) 1,4-units, the rest being primarily 
1,2- and 3,4- units. 



40 



45 




SO 

1,2 3,4- 1,4- 

The microstructure of the B blocks, when the predominant monomer used to polymerize the B blocks is 
55 1,3-butadiene, should be a mixture of 1,4and 1,2- units schematically shown below for the polybutadiene 
blocks : 
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CH^ — CH - CH CH^ 



1,4- 

since the hydrogenation of the predominantly 1,4-microstnjctures produces a crystalline polyethylene segment. 

20 The microstructure of the I and B blocks (as well as of the polymerized conjugated dienes of formulae (1) or 
(3) in any polymers of this invention) is controlled in a conventional manner, e.g,, by controlling the amount 
and nature of the polar compounds used during the polymerization reaction, and the reaction temperature. In 
one particularly preferred embodiment, the B block contains about 50% of the 1 , 2 - and about 50% of the 1 ,4 
- microstructure. If the B block is poly-1, 3- butadiene, the hydrogenation of the B segment containing about 50 

25 to about 60% of the 1 ,2-microstructure content produces an elastomeric center block which is substantially an 
ethylene-butene-1 copolymer having substantially no crystalliniry. If the B block is polymerized from 1,3-pen- 
tadiene, it is preferred that it have predominantly (at least 50%) of 1 ,4-microstructure which, after hydroge- 
nation, produces a substantially non-crystalline efastomeric block. 

The terms 1,2-, 1,4-, and 3,4-microstructure or units as used in this application refer to the products of 

30 polymerization obtained by the 1 ,2-, 1,4- and 3,4-, respectively, additions of two monomer units. 

We surprisingly discovered that the polymerized conjugated dienes of formula (3), e.g., the B blocks, of 
the polymers of this invention are selectively hydrogenated in our hydrogenation process much faster than the 
polymerized conjugated dienes of formula (1), e.g., the J blocks. This Is not evident from the teachings of Falk, 
discussed above, because Falk teaches that double bonds of thedisubstituted 1 ,4-polybutadiene units are hyd- 

35 rogenated selectively in the presence of double bonds of the trisubstituted 1,4-polyisoprene units (which are 
not hydrogenated). We surprisingly discovered that the disubstituted double bonds of the 1 ,4-polybutadiene 
units are hydrogenated along with the monosubstituted double bonds of the 1 ,2-polybutadiene units, while the 
disubstituted double bonds of the 3,4-polyisoprene units are hydrogenated at a much slower rate than the 
aforementioned potybutadienes. Thus, in view of Falk's disclosure it is surprising that the disubstituted double 

40 bonds of the 1,4-polybutadiene units are hydrogenated selectively in the presence of the disubstituted double 
bonds of the 3,4-polyisoprene units. This is also surprising in view of the teachings of Hoxmeier, Published Euro- 
pean Patent Application, Publication No. 0 315 280, who discloses that the disubstituted double bonds of the 
1 ,4-polybutadiene units, monosubstituted double bonds of the 1 ,2-polybutadiene units and disubstituted double 
bonds of the 3,4-polyisoprene units are hydrogenated simultaneously at substantially the same rates. For 

45 example, for the block copolymers of this invention, wherein the 1 block is polyisoprene and the B block is 
poly butadiene, Fourier Transform Infrared (FTIR) analysis of selectively hydrogenated triblock polymers indi- 
cates that the hydrogenation of the double bonds of the 1,2-polybutadiene units proceeds most rapidly, followed 
by the hydrogenation of the double bonds of the 1,4-polybutadiene units. Infrared absorptions caused by these 
groups disappear prior to appreciable hydrogenation of the polyisoprene units. 

50 After the l-B-l block copolymer is prepared, it is subjected to a selective hydrogenation reaction to hyd- 
rogenate primarily the B block of each of the triblocks. The selective hydrogenation reaction and the catalyst 
are described in detail below. After the hydrogenation reaction is completed, the selective hydrogenation catal- 
yst is removed from the block copolymer, and the polymer is isolated by conventional procedures, e.g.. alcohol 
fiocculation, steam stripping of solvent or non-aqueous solvent evaporation. An antioxidant, e.g.. Irganox 1076 

55 (from Ciba-Gekjy), is normally added to the polymer solution prior to polymer isolation. 

The isolated polymer is vulcanizable through the - unsaturated end blocks I by a number of well known 
processes utilized currently for thermosetting hydrocarbon elastomers. Such processes are detailed in RUB- 
BER TECHNOLOGY, THIRD EDITION, VAN NO STRAND REIN HOLD COMPANY, New York, ig87, Maurice 
Morton, Editor, Chapters 2, 9 and 10, incorporated herein by reference. 
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Triblock Copolymer Of Poly-Oiene Center Block And Terminal Blocks of Aryf-Substituted Olefin/Diene 
Copolymer 

5 

In this alternative embodiment of the invention, the block copolymer comprises at least one triblock of : 

(AWDMA), 

wherein the block A is a copolymer of about 30 to about 70%, preferably about 40 to about 60% by mole of at 
least one aryi-substituted olefin, and about 30 to about 70%, preferably about 40 to about 60%, by mole of at 

10 least one conjugated diene of formula (1), defined above. The block A is either a block or a random copolymer. 
The most preferred conjugated diene of formula (1 ) is isoprene. In this block copolymer, D is a block of a polymer 
of at least one conjugated diene of formula (3), discussed above, which is different from the conjugated diene 
of formula (1) used to polymerize the block A. In this block copolymer, x represents the total number of monomer 
units in the block A, such that the block copolymer comprises about 2 to about 30%, preferably about 4 to about 

15 16% by wt. of the A blocks and y represents the total number of monomer units in the block D, such that the 
block copolymer comprises about 40 to about 96%. preferably about 68 to about 92% by wt. of the D blocks. 
The block copolymer of this embodiment may contain several blocks of the aforementioned formula, e.g., 5, 
so long as it is terminated at both ends with the block A, but, preferably, it contains only three blocks A-D-A. 
Suitable aryl -substituted olefins used to polymerize the block A have the formula 

20 




where Ar is phenyl, aryl-substituted phenyl, naphthyi or atkyl-substituted naphthyl, and R* is hydrogen, 
methyl, ethyl, propyl, butyl or aryl. Examples of suitable aryl-substituted olefins are styrene, 2-phenyl alpha- 
olefins, such as alpha-methyl styrene, 1,1-diphenyl ethylene, alkylated styrenes, vinyl naphthalene, oranyalky- 

30 lated vinyl naphthalenes. Suitable alkyl substituents in the alkylated styrenes or alkylated vinyl naphthalenes 
are methyl, ethyl, propyl, sec-butyl and tert-butyl. Each of the alkylated styrenes or vinyl naphthalenes may con- 
tain one or more alkyl substituents. Preferred aryl-substituted olefins are styrene, vinylnaphthalene, alpha-me- 
thyl styrene, vinyltoluene and diphenylethylene. The microstructure of the polymerized diene of formula (1) is 
not critical, but can be controlled in the manner discussed above. The block copolymer of this embodiment is 

35 polymerized by any conventional block copolymerization process, such as anionic polymerization discussed 
in detail below. 

The scope of this embodiment, and of any other embodiment of the invention wherein the block D is used, 
also encompasses polymers wherein the central (middle) block D may be comprised of copolymers of one or 
more conjugated diene of formula (3) and controlled amounts (about 0.3 to about 30 mo!e%) of an aryl-substi- 
*o tuted olefin, e.g., styrene or other suitable monomers (such as alkylated styrene. vinyl napthalene or alkylated 
vinyl napthalene), incorporated for control of glass transition temperature (Tg), density, solubility parameters 
and refractive index. 

The scope of this embodiment, and of any ether embodiment of the invention using the block A, also encom- 
passes polymers wherein the blocks A are prepared by, initially, polymerizing atleastone aryl-substituted olefin 

45 alone, and subsequently reacting the resulting polyl-aryl-substituted olefin with any compounds which, after 
chemical reaction with the polyl-aryl-substituted olefin, will provide the residual double bonds on the A blocks, 
as defined above in conjunction with the discussion of the conjugated diene of formula (1). The resulting block 
A will therefore have substantially the same residual unsaturation (residual double bonds) on the terminal blocks 
A as many other block A made in accordance with this embodiment (or any other embodiment using the block 

so A). 

In the most preferred embodiment, the block A of this triblock copolymer Is polymerized from isoprene and 
styrene in the molar proportion of about 1 :1. Most preferably, in this embodiment of the invention, the A block 
is polymerized from isoprene and styrene, and the D block from 1 ,3-butadiene, in such proportions that the final 
copolymer comprises about 1.5 to about 6% wt of the isoprene, about 2.5 to about 10% wt. of the styrene, and 
55 about 84 to about 96% wt of the butadiene units. 

After the polymerization is completed, the block copolymer is subjected to a selective hydrogenation reac- 
tion. After selective hydrogenation, the polymer contains a sufficient amount of its original unsaturation in the 
terminal blocks A to cure the block polymer, thereby permitting chemical crosslinking or fu nationalization in the 
manner discussed below, while the middle block D contains substantially none of the original unsaturation. For 
example, for a block copolymer wherein the A blocks are copolymers of styrene and isoprene and the D block 
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is polybutadiene, the Iodine Number before selective hydrogenation for each of the A blocks is 120-180 and 
for the D block it is 470. After selective hydrogenation, the Iodine Number for each of the A blocks is about 20 

5 to about 180 and for the D block it is about 0 to about 10, and preferably about 0 to about 2.5. Generally, for a 
block copolymer wherein the A and D blocks are polymerized from any of the monomers suitable for their polym- 
erization, discussed above, the Iodine Number for the A blocks after the selective hydrogenation is completed 
is about 20 to about 100%, preferably about 100% of the Iodine Number prior to the selective hydrogenation 
reaction, and for the D blocks it is about 0 to about 10%, preferably about 0 to about 0.5%, and most preferably 

10 about 0% of the Jodine Number prior to the selective hydrogenation reaction. Thus, in this embodiment, the 
block D is also selectively hydrogenated in the same manner as discussed above for the central block B of the 
first embodiment of the invention. 

The block copolymer of this embodiment is also a liquid, and, after selective hydrogenation, the unsaturated 
groups in the terminal A blocks of each of the triblocks provide a means of crossllnking the copolymer or 

t5 functionalizing the terminal blocks A, In the manner discussed elsewhere In this application. 

Triblock Copolymer of at Least One Poly-Diene Center Block, and at Least One Terminal Block of 
Aryl -Substituted Olefin/Diene Copolymer 

20 In this embodiment of the invention, the block copolymer comprises at least one tribtock of : 

1-D-A 

where the block I is a polymer of at least one polymerized diene of formula (1), defined above, the block D is 
a polymer of at least one conjugated diene of formula (3), defined above, which is differentfrom the conjugated 
diene of formula (1), and the block A is a copolymer of at least one aryl-substituted olefin and at least one con- 

25 jugated diene of formula (1), both defined above. The block A is a copolymer of about 30 to about 70%, pref- 
erably about 40 to about 60% by mole of at least one aryl-substituted olefin, and about 30 to about 70%, 
preferably about 40 to about 60% by mole of at least one conjugated diene of formula (1), preferably isoprene. 
This block copolymer comprises about 1 to about 15, preferably about 2 to about 8% wt of the blocks I, about 
2 to about 30, preferably about 4 to about 16% wt of the blocks A, and about 55 to about 97, preferably about 

30 76 to about 94% wt. of the blocks D. The block of this embodiment may also contain several, e.g., 5-7, blocks 
of the aforementioned formulae so long as it is terminated at both ends thereof with blocks I or A. The block 
copolymer is polymerized by any conventional block co polymerization process, such as anionic polymerization, 
discussed in detail below. 

The scope of this embodiment of the invention also encompasses polymers wherein the central block D 

35 may be comprised of copolymers of one or more conjugated diene of formula (3) and controlled amounts (about 
0.3 to about 30 mole%) of an aryl-substituted olefin, e.g., styrene or other suitable monomers (such as alkylated 
styrene, vinyl napthalene or alkylated vinyl napthalene), incorporated for control of glass transition temperature 
(T fl ), density, solubility parameters and refractive index. Suitable aryl-substituted olefins are those described 
below in conjunction with the second embodiment of the invention. Similarly, the scope of this embodiment also 

40 encompasses polymers wherein the central block D may be comprised of copolymers of one ormore conjugated 
diene of formula (3) and any other anionically polymerizable monomer capable of polymerizing with the con- 
jugated diene of formula (3). 

This embodiment also encompasses polymers wherein the blocks A are prepared by, initially, polymerizing 
at least one aryl-substituted olefin alone, and, subsequently, reacting the resulting poly-aryi-substituted olefin 

45 with any compounds which, after chemical reaction with the polyl-aryl-substituted olefin, will provide the residual 
double bonds to the A blocks, as defined above in conjunction with the discussion of the conjugated diene of 
lormula (1). The resulting block A will therefore have substantially the same residual unsaturate (residual dou- 
ble bonds) on the terminal blocks A as any other block A made in accordance with this embodiment 

After the polymerization is completed the block copolymer is subjected to a selective hydrogenation reac- 

so tion. After selective hydrogenation, the polymer contains a sufficient amount of its original unsaturatbn in the 
terminal blocks I and A to cure the block copolymer, thereby permitting chemical crosslinking orfunctionalization 
in the manner discussed below, while the middle block D contains substantially none of the original unsatu- 
ration. Generally, fora block copolymer wherein the I, D and A blocks are polymerized from any of the monomers 
suitable for their polymerization, discussed above, the Iodine Number for the I and A blocks after the selective 

55 hydrogenation is completed is about 10 to about 100%, preferably abour 100% of the Iodine Number prior to 
the selective hydrogenation reaction, andfor the D blocks it Is about 0 to about 10%, preferably aboutO to about 
0.5%, and most preferably 0% of the Iodine Number prior to the selective hydrogenation reaction. Thus, in this 
embodiment, the block D is also selectively hydrogenated in the same manner as discussed above, while the 
terminal blocks I and A retain a substantial amount of their original unsaturation. 

The block copolymer of this embodiment Is also a liquid, and, after selective hydrogenation, the unsatured 
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groups in the terminal blocks f and A of each of the triblocks provide a means of crosslinking the copolymer or 
functionalizing the terminal blocks I and A, in the manner discussed elswhere in this application. 

5 

Random Copolymers 

Random copolymers of this Invention have controlled amounts of unsaturation incorporated randomly in 
an otherwise saturated backbone. In contrast to EPDM, the level of unsaturation can be inexpensively and 
10 easily controlled, e.g.. to produce polymers having Iodine Number of about 5 to about 100, to provide a wide 
variation in vulcanization rate and potential co-curability with various highly unsaturated rubbers based on 
butadiene or isoprene. 

In one embodiment, the random copolymers are polymerized from the same monomers used to polymerize 
the block copolymers (l) x -(B) y -(l) x , i.e., from at least one conjugated diene of formula (1) and at least one con- 

15 jugated diene of formula (3), both defined above, provided that the diene of formu)a (1) is different from the 
diene of formula (3). This random copolymer contains about 1.0 to about 25%, preferably about 1.0 to about 
10% by mole of the polymerized conjugated diene of formula (1) and about 75 to about 99%, preferably about 
90 to about 99% by mole of the polymerized conjugated diene of formula (3). Suitable conjugated dienes of 
formula (1) are exemplified above. The most preferred conjugated diene of formula (1) for the copolymerization 

20 of Ihese random copolymers is isoprene. Suitable conjugated dienes of formula (3) are also exemplified above. 
1,3-butadiene is the most preferred conjugated diene of formula (3) for the polymerization of the random 
copolymer of this embodiment Thus, most preferably, in this embodiment, the random copolymer is 
polymerized from isoprene and 1,3-butadiene, and it contains about 1 to about 20% wt of the isoprene units 
and about 80 to about 99% wt. of the butadiene units. The isoprene units have primarily (i.e., about 50 to about 

25 90% wt.) the 3, 4-micro structure. 

In another embodiment, the random copolymers are polymerized from the same monomers used to 
polymerize the block copolymers (A) X -(C)^A) X , i.e., from at least one aryl-substituted olefin, at least one con- 
jugated diene of formula (1), and at least one conjugated diene of formula (3), providing that the conjugated 
diene of formula (1) is different from the conjugated diene of formula (3) used in the polymerization. The con- 

30 jugated dienes of formulae (1) and (3) are defined above and the aryl-substituted olefins are also the same as 
those defined above. This alternative random copolymer contains about 0.3 to about 15% by mole of the aryl- 
substituted olefin, about 1.0 to about 25%, preferably about 1.0 to about 10%, by mole of the conjugated diene 
of formula (1), the remainder being the conjugated diene of formula (3). 

The random copolymers are subjected to the selective hydrogenation reaction discussed above for the 

35 block copolymers, during which polymerized conjugated diene units of formula (3) are substantially completely 
hydrogenated, while the polymerized conjugated diene units of formula (1) are hydrogenated to a substantially 
lesser extent, i.e., to such an exent that they retain a sufficient amount of their original unsaturation to vulcanize 
the copolymer, thereby producing liquid elastomers having random unsaturation proportional to the unsatu- 
ration in the polymerized dienes of formula (1). For example, for a random copolymer polymerized from a diene 

40 of formula (1) and a different diene of formula (3), the Iodine Number before selective hydrogenation for the 
polymer is about 450. After selective hydrogenation, the Iodine Number for the polymer is about 10 to about 
50, with most of the unsaturation being contributed by the diene of formula (1). 

Similarly, for a random copolymer of aryl-substituted olefins, a conjugated diene of formula (1) and a con- 
jugated diene of formula (3), different from the conjugated diene of formula (1 ), the Iodine Number before selec- 
ts tive hydrogenation for the polymer is about 250 to about 450. After selective hydrogenation, the Iodine Number 
for the polympr is about 10 to about 100, most of it being contributed by the diene of formula (1). 

The hydrogenated polymers may be vulcanized. The vulcanized random copolymers of this invention have 
elastomeric properties similar to those of EPDM. The vulcanization rate of the polymers can be easily and 
inexpensively increased by increasing the content of the diene of formula (1), I.e., isoprene in the most preferred 

so embodiment, In either embodiment of the random copolymers to from about 5 to about 20% by mole. 

Star-Branched Polymers 

The invention is also directed to star-branched block and random polymers. 
55 The star-branched block polymers are made from any combination of blocks I and B, A and D, or I, D and 
A all defined above, providing that each free end (i.e., the uncoupled end) of the star-branched polymer is either 
an I or an A block in the star-branched block polymers made from blocks I and B, A and D or I, D and A, re- 
spectively. The star-branched l-B block polymers comprise about 0.5 to about 25%, preferably about 1 to about 
5% by wt of the I blocks, and about 75 to about 99.5%, preferably about 95 to about 99% by wt of the B blocks. 
The star-branched A-D block polymers comprise about 4 to about 60%, preferably about 8 to about 32% by 
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wt of the A blocks, and about 40 to about 96%, preferably about 68 to about 92% by wt of the 0 blocks. The 
star-branched l-D-A block polymers comprise about 1 to about 15, preferably about 2 to about 8% wt. Of the 
blocks I about 2 to about 30, preferably about 4 to about 16% wt. of the blocks A and about 55 to about 97. 
preferably about 76 to about 94% wt. of the blocks D. The block A of this copolymer is either a block or a random 
copolymer of about 30 to about 70% by mole of at least one aryl-substituted olefin and about 30 to about 70% 
by mole of at least one conjugated dfene of formula (1 ). 

The star-branched block polymers are selectively hydrogenated in the selective hydrogenation process of 
this invention to such an extent that blocks B or D contain substantially none of the original unsaturatlon, while 
each of the blocks I and A. respectively, retains a sufficient amount of the original unsaturatlon of the conjugated 
dienes present in these blocks to cure the star-branched block polymers. Thus, for the l-B star-branched block 
polymer, after the selective hydrogenation reaction, the Iodine Number for the I blocks is about 10 to about 
1 00% preferably about 25 to about 1 00%. more preferably about 50 to about 1 00%, and most preferably about 
100%'of the Iodine Number prior to the selective hydrogenation reaction, and for the B blocks it is about 0 to 
about 10% preferably about 0 to about 0.5% of the Iodine Number prlorto the selective hydrogenation reaction. 
Similarly for the A-D star-branched block polymer, after the selective hydrogenation reaction, the Iodine Num- 
ber for the A blocks is about 10 to about 1 00%, preferably about 25 to about 1 00%, more preferably about 50 
to about 100%, and most preferably about 100% of the Iodine Number prior to the selective hydrogenation reac- 
tion and for the D blocks it is about 0 to about 10%. preferably about 0 to about 0.5% of the Iodine Number 
prior to the selective hydrogenation reaction. Similarly, for the l-D-A star-branched block polymer, the Iodine 
Number for each of the ! and A blocks after the selective hydrogenation is completed is about 1 0 to about 1 00 /», 
preferably about 100% of the Iodine Number prior to the selective hydrogenation reaction, and for the D blocks 
it is about 0 to about 10%. preferably about 0 to about 0.5%. and most preferably 0% of the Iodine Number 
prior to the selective hydrogenation reaction. Thus, in this embodiment, the block D is also selectively hydroge- 
nated in the same manner as discussed above for the central blocks B and D of the other embodiments of the 

invention. ... 

The star-branched random polymers are made from any combination of at least one diene of formula (1) 
and at least one diene of formula (3). different from the diene of formula (1). or from any combination of at least 
one aryl-substituted olefin, at least one diene of formula (1 ) and at least one diene of formula (3), different from 
the diene of formula (1). all of which are the same as those discussed above. The star-branched random polym- 
ers of the dienes of formulae (1) and (3), which must be different from each other, comprise about 1 to about 
25%, preferably about 1 to about 10% by wt of the diene of formula (1) and about 75 to about 99%, preferably 
about 90 to about 99% by wt. the diene of formula (3). The star-branched random polymers of the aryKsubstl- 
tuted olefin and the dienes of formulae (1) and (3) comprise about 0.3 to about 15% by mole of the aryl-sub- 
stituted olefin, about 1 to about 25%, preferably about 1 to about 1 0% by mole of the conjugated diene of formula 
(1) and the remainder of the conjugated diene of formula (3). The star-branched random polymers are also 
selectively hydrogenated in the selective hydrogenation process of this invention to such an extent that the 
polymerized dienes of formula (3) contain substantially none of the original unsaturatlon. while the polymerized 
dienes of formula (1) retain a sufficient amount of the original unsaturatlon to cure the star-branched random 
polymers. Thus, for the star-branched random polymer of the conjugated diene of formula (1) and a different 
diene of formula (3) both identified above, the Iodine Number for the polymerized diene of formula (1). after 
the selective hydrogenation reaction, is about 10 to about 100%, preferably about 25 to about 100%. more pref- 
erably about 50 to about 100%, and most preferably about 100% of the Iodine Number prior to the selective 
hydrogenation reaction, and forthe polymerized diene of formula (3) it is aboutO to about 10%, preferably about 
0 to about 0.5% of the Iodine Number prior to the selective hydrogenation reaction. Similarly, for the star-bran- 
ched random polymers made from at least one aryl-substituted olefin, at least one diene of formula (1 ) and at 
least one diene of formula (3). the Iodine Number for the polymerized diene of formula (1). after the selective 
hydrogenation reaction, is about 10 to about 100%, preferably about 25 to about 100%, more preferably about 
50 to about 100%, and most preferably about 100% of the Iodine Number prior to the selective hydrogenation 
reaction, and for the polymerized diene of formula (3) it is about 0 to about 10%, preferably about 0 to about 
0.5% of the Iodine Number prior to the selective hydrogenation reaction. 

Blends Of Inventive Polymers With Other Materials 

The block and random copolymers of this invention can. of course, be blended with any unsaturated elas- 
tomers in which case the degree of unsaturate of the copolymers of the invention can be adjusted so that 
the vulcanization rate of the two materials is substantially the same. Suitable elastomers which can be blended 
with the copolymers of this invention are liquid butyl, liquid polyisoprene. liquid polybutadiene (modified and 
unmodified) and liquid EPDM. Suitable solid rubbers with which the copolymers of this invention can be blen- 
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vulcanizing agents and similar materials. 

Polymerization Reaction 

-^copolymerse^^ 
erably by an an,on,c ^ri^^^*^ comprehensive review of the anionic polym- 

rnducTe d in slon using an inert solvent as the polymerization medium, e.g.. . phabo hydrocarbon^ .such 
^n^Xp^^ 

can be used for the polymerization of all copolymers of the invention. iQnn „ no ^nomer 

The orocess when using a lithium-based catalyst, comprises forming a solution of the isoprene monomer 
in solvent, such as cydohexane. modtfied by the presence therein of on. . or more pote 

Compounds selected from the group consisting of ethers. >^^*^~^^KSS 
The polar compounds are necessary to control the mtaostrutaure of the butadiene "^ r ^'^™*™"} 
of me i « thereof The higher the content of the polar compounds, the higher will be the content of 
1*2-^:1^,00^. Since the presence of the polar compound 

of the first polymer block with many initiators unless a high 3.4-structure content of the first block . « j dMMd. ^ 

krtlmbkMM the polar compound at this stage, since it may be Introduced Just pnor to or togeUier 

wi th £Z. tf£ butadiene in the second polymerization stage. Examples of polar compound* which 

Ty be used are dimethyl ether, diethyl ether, ethyl methyl ether, ethyl propy! ether, dioxane t 

Zopyl emine. tributyl amine, trimethyl amine. Methyl amine, and N-.N,N'..N'-tetramethyl ethylene diamine 

S oThepoiaroompoundsrnay also be used. The amount of »e potar^ 

o, me polar compound and the polymerization conditions as will be apparent to <^«M » ^ The 

effect of polar compounds on the polybutadiena ^stmcture is i torn ledln f^T^^SSSa 

TURE AND CONCENTRATION EFFECTS ON POLAR-MODIFIED ALKYL UTH ^ 

AND COPOLYMERIZATIONS. JOURNAL OF POLYMER SCIENCE : Part A-1. Vol. 10. 1319-1334 (1972). 

torpo^ated herein preference. The polar compound also accelerate the rate of polymerization. If monomers 

SS^SSZ a*, pentadiene. are used to polymerize the central blocks B or D, polar compounds 

"e^ 

do not possess crystallinity after hydrogenation. / . rtm .. e/4 in fln 

When the alky! lithium-based initiator, a polar compound and ™>^"° ™™™"™Z^c2 
inert solvent, polymerization of the isoprene proceeds to produce the first terminal block who* > ™l° c "'" 
wetaht is detained by the ratio of the isoprene to the initiator. The "living- polylsoprenyi anion form* M *is 
fi«t steo Is utilized as the catalyst for further polymerization. At this time, butadiene monomer is introduced 
fnto me slstem a^nd bio* pdymerization of the second block proceeds, the presence of the polar compound 

ow IS he d^afaS dCe of branching (1.2-abuctera) in tha polybutadiene, Mock. The rasulte^ pro- 
duc^ ra a IMng diblock polymer having a terminal anion and a lithium counterion. The living 

^ aaaci.alystforthe y growthofthafinal isoprene btock. formed ^^•^^^ 
to the reaction vessel to produce the final polymer block, resulting in the formation of the l-B-l triblock. Upon 

addifion of a proton donor, such as methyl alcohol or acetic acid. The polymerization reaction . usuafl ^con 
ducted at a temperature of between 0°C and about 1 00-C, although higher temperatures can b used. WW 
of fcho en reason temperature is desirable since it can influence the effectiveness of the polar compound 
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additive in controlling the polymer microstructure. The reaction temperature can be, for example, from 50 to 
80°C. The reaction pressure is not critical and varies from atmospheric to about 100 psig. 

5 If the polar compounds are utilized prior to the polymerization of the first I segment, I blocks with high 3,4- 

unit content are formed. If polar compounds (some of which can be Lewis bases) are added after the initial I 
segment Is prepared, the first I segment will possess a high percentage of 1,4-microstructure (which is trisub- 
stituted), and the second I segment wiJJ have a high percentage of 3,4-microstructure. 

The production of triblock polymers having a high 1,4-unit content on both of the terminal I blocks Is also 

10 possible by the use of coupling techniques illustrated below for a polyisoprene-polybutadiene-polyisoprene 
block copolymer : 



20 



Polar 

RLi Cccpound 

> 1,4-P0LYIS3FRENE T 1 # 4-POLYI90EMNE-POLYBOTADIQ^E 

Butadiene 



1 , 4 -POLYISOPR£KE-POLYBOTADIHffi-l , 4-POLYI90PRJNE^- 



QQUFUNG AGHfT 



25 

The substitution of myrcene for the isoprene during the polymerization of the I blocks insures the incorpor- 
ation of a high proportion of trisubstituted double bonds, even in the presence of polar compounds since myr- 
cene contains a pendant trisubstituted double bond which is not involved in the polymerization process, tn a 
coupling process, similar to that described above, block polymers containing polyisoprene end blocks (or any 

30 other polymerized monomer suitable for use in the 1 block) having a high 3,4-microstructure content can be 
obtained by adding the polar compound prior to the isoprene (or another monomer) polymerization. 

The use of the coupling technique for the production of triblock polymers reduces the reaction time neces- 
sary for the completion of polymerization, as compared to sequential addition of isoprene. followed by 
butadiene, followed by isoprene. Such coupling techniques are well known and utilize coupling agents, such 

35 as eters, C0 2 , iodine, dihaloalkanes, silicon tetrachloride, divinyl benzene, alky! trichlorosilanes and dialkyl 
dichlorosilanes. The use of tri- or tetra-functional coupling agents, such as alkyl trichlorosilanes or silicon tet- 
rachloride, permits the formation of macromolecules having 1- or 2- main chain branches, respectively. The 
addition of divinyl benzene as a coupling agent has been documented to produce molecules having up to 20 
or more separately joined segments. 

40 The use of some of the coupling agents provides a convenient means of producing star-branched block 
and random polymers. The star-branched block polymers are made from any combination of blocks I and B, 
A and Dor I, D and A, defined above, providing that each free end (i.e., the uncoupled end) of the star-branched 
polymer is either an I or an A block, respectively. The star-branched random polymers are made from any com- 
bination of at least one diene of formula (1) and at least one diene of formula (3), different from the diene of 

45 formula (1), or from at least one aryl-substituted olefin, at least one diene of formula (1) and at least one diene 
of formula (3), different from the diene of formula (1). The molecular weight of the star-branched block and ran- 
dom copolymers will depend on the number of branches in each such copolymer, as will be apparent to those 
skilled in the art. Suitable coupling agents and reactions are disclosed in the following references which are 
incorporated herein by reference : U.S. Patents 3,949,020 ; 3,594,452 ; 3,598,887; 3,465,065 ; 3,078,254 ; 

so 3,766,301 ; 3,632,682 ; 3,668,279 ; and Great Britain patents 1,014,999 ; 1,074,276 ; 1,121,978. 

The random copolymers of the invention are polymerized and/or coupled in a similar fashion, but all mono- 
mers, e.g., isoprene and butadiene, are mixed in a proper ratio prior to the reaction with the polar compound- 
modified alkyWithium. In the random polymer preparation, of course, only one stage is necessary. 

55 Selective Hydrogenation 

The selective hydrogenation reaction will also be described below using a triblock of 

polyisoprene-polybutadiene-polylsopene as an example. However, it will be apparent to those skilled In 
the art that any polymers of this invention can be selectively hydrogenated in the same manner. 

The block copolymer is selectively hydrogenated to saturate the middle (poly butadiene) block of each of 
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the triblocks. The method of selectively hydrogenating the polybutadiene block is similar to that of Falk, "Coor- 
dination Catalysts For The Selective Hydroge nation of Polymeric Unsaturation", JOURNAL OF POLYMER SCI- 

5 ENCE : PART A-1, Volume 9, 2617-2623 (1971), but it is conducted with a novel hydrogenation catalyst and 
process used herein. Any other known selective hydrogenation methods may also be used, as will be apparent 
to those skilled in the art, but it is preferred to use the method described herein. In summary, the selective hyd- 
rogenation method preferably used herein comprises contacting the previously-prepared block copolymer with 
hydrogen in the presence of the novel catalyst composition. 

10 The novel hydrogenation catalyst composition and hydrogenation process are described in detail in Appli- 
cation, Serial Number , , filed on , Attorney Docket Number 5605. 
The hydrogenation catalyst composition is synthesized from at least one transition metal compound and an 
organometallic reducing agent. Suitable transition metal compounds are compounds of metals of Group IVb, 
Vb, Vlb, or VIII, preferably JVb or VIII of the Periodic Table of the Elements, published in LANGE'S HANDBOOK 

15 OF CHEMISTRY (13th Edition, 1985) McGraw-Hill Book Company, New York (John A. Dean, editor). Non-limi- 
ting examples of such compounds are metal halides, e.g., titanium tetrachloride, vanadium tetrachloride ; 
vanadium oxytrichloride, titanium and vanadium alkoxides, wherein the alkoxide moiety has a branched or 
unbranched alkyl radical of 1 to about 20 carbon atoms, preferably 1 to about 6 carbon atoms. Preferred tran- 
sition metal compounds are metal carboxylates or alkoxides of Group IVb or VIII of the Periodic Table of the 

20 Elements, such as nickel (II) 2-ethylhexanoate, titanium isopropoxide, cobalt (II) octoate, nickel (II) phenoxide 
and ferric acetylacetonate. 

The organometallic reducing agent is any one or a combination of any of the materials commonly employed 
to activate Ziegler-Natta olefin polymerization catalyst components containing at least one compound of the 
elements of Groups la, lla, lib, Ilia, or IVa of the Periodic Table of the Elements. Examples of such reducing 

25 agents are metal alkyls, metal hydrides, alkyl metal hydrides, alkyl metal halides, and alkyl metal alkoxides, 
such as alkyllithium compounds, dialkylzinc compounds, trialkylboron compounds, trialkylaluminum com- 
pounds, alkylaluminum halides and hydrides, and tetraalkylgenmanium compounds. Mixtures of the reducing 
agents may also be employed. Specific examples of useful reducing agents include n-butyllithium, diethyizinc, 
di-n-propylzinc, triethylboron, diethylaluminumethoxide.triethylaluminum, trimethylaluminum triisoutylaminum, 

30 tri-n-hexylaluminum, ethylaluminum dichloride, dibromide, and dihydride, isobutyf aluminum dichlortde, dib- 
romide, and dihydride, diethylaluminum chloride, bromide, and hydride, di-n-propylaluminum chloride, bromide, 
and hydride diisobutylaluminum chloride, bromide and hydride, tetramethylgermanium, and tetraethylger- 
manium. Organometallic reducing agents which are preferred are Group flta metal atkyts and dialkyf metal 
halides having 1 to about 20 carbon atoms per alkyl radical. More preferably, the reducing agent is a trial- 

35 kylaluminum compound having 1 to about 6 carbon atoms per alkyl radical. Other reducing agents which can 
be used herein are disclosed in Stevens et al, U.S. Patent No. 3,787.384, column 4, line 45 to column 5. line 
12 and in Strobel et al, U.S. Patent No. 4,148,754, column 4, line 56 to column 5, line 59, the entire contents 
of both of winch are incorporated herein by reference. Particularly preferred reducing agents are metal alkyl or 
hydride derivatives of a metal selected from Groups la, lla and Ilia of the Periodic Table of the Elements, such 

40 as n-butyl lithium, sec-butyl lithium, n-hexyl lithium, phenyWithium, triethylaluminum, tri-isobutylaluminum, 
trimethylaluminum, diethylaluminum hydride and dibutylmagnesium. 

The molar ratio of the metal derived from the reducing agent to the metal derived from the transition metal 
compound will vary for the selected combinations of the reducing agent and the transition metal compound, 
but in general it is about 1 :1 to about 12 :1, preferably about 1.5 :1 to about 8 :1, more preferably about 2 :1 

45 to about 7 :1 and most preferably about 2.5 :1 to about 6 :1. It will be apparent to those skilled in the art that 
the optimal ratios will vary depending upon the transition metal and the organometallic agent used, e.g., for 
the trialkytaluminum/nickel(ll) systems, the preferred aluminum : nickel molar ratio is about 2,5 :1 to about 4 :1, 
for the trialkylaluminum/cobalt(ll) systems the preferred aluminum : cobalt molar ratio is about 3 :1 to about 4:1 
and for the trialkylaluminum/titanium(IV) alkoxides systems, the preferred aluminum :titanium molar ratio is 

so about 3 ;1 to about 6:1. 

The mode of addition and the ratio of the reducing agent to the transition metal compound are important 
in the production of the novel hydrogenation catalyst superior selectivity, efficiency and stability, as compared 
to prior art catalytic systems. During the synthesis of the catalysts it is preferred to maintain the molar ratio of 
the reactants used to synthesize the catalyst substantially constant. This can be done either by the addition of 

55 the reducing agent, as rapidly as possible, to a solution of the transition metal compound, or by a substantially 
simultaneous addition of the separate streams of the reducing agent and the transition metal compound to a 
catalyst synthesis vessel in such a manner that the selected molar ratios of the metal of the reducing agent to 
the metal of the transition metal compound are maintained substantially constant throughout substantially the 
entire time of addition of the two compounds. The time required for the addition must be such that excessive 
pressure and heat build up are avoided, i.e., the temperature should not exceed about 80°C and the pressure 
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should not exceed the safe pressure limit of the catalyst synthesis vessel. 

In a preferred embodiment, the reducing agent and the transition metal compound are added substantially 

5 simultaneously to the catalyst synthesis vessel in such a manner that the selected molar ratio of the reducing 
agent to the transition metal compound is maintained substantially constant during substantially the entire time 
of the addition of the two compounds. This preferred embodiment permits the control of the exothermic reaction 
so that the heat build up is not excessive, and the rate of gas production during the catalyst synthesis is also 
not excessive-accordingly the gas build-up is relatively slow. In this embodiment, carried out with or without a 

10 solvent diluent, the rate of addition of the catalyst components is adjusted to maintain the synthesis reaction 
temperature at or below about 80°C, which promotes the formation of the selective hydrogenation catalyst 

Furthermore, the selected molar ratios of the metal of the reducing agent to the metal of the transition metal 
compound are maintained substantially constant throughout the entire duration of the catalyst preparation when 
the simultaneous mixing technique of this embodiment is employed. 

15 In another embodiment, the catalyst is formed by the addition of the reducing agent to the transition metal 
compound. In this embodiment, the timing and the order of addition of the two reactants is important to obtain 
the hydrogenation catalyst having superior selectivity, efficiency and stability. Thus, in this embodiment. It is 
important to add the reducing agent to the transition metal compound in that order in as short a time period as 
pratically possible. In this embodiment, the time allotted for the addition of the reducing agent to the transition 

20 metal compound is critical for the production of the novel catalyst. The term "as short a time period as pratically 
possible" means that the time of addition is as rapid as possible, such that the reaction temperature is not higher 
than about 80°C and the reaction pressure does not exceed the safe pressure limit of the catalyst synthesis 
vessel. As will be apparent to those skilled in the art, that time will vary for each synthesis and will depend on 
such factors as the types of the reducing agents, the transition metal compounds and the solvents used in the 

25 synthesis, as well as the relative amounts thereof, and the type of the catalyst synthesis vessel used. For pur- 
poses of illustration, a solution of about 15 mJ of tnelhy)a\uminum in hexane should be added to a solution of 
nickel(ll) octoate in mineral spirits in about 10-30 seconds. Generally, the addition of the reducing agent to the 
transition metal compound should be carried out in about 5 seconds (sec) to about 5 minutes, depending on 
the quantities of the reagents used. If the time period during which the reducing agent is added to the transition 

30 metai compound is prolonged, e.g., more than 15 minutes, the synthesized catalyst is less selective, less stable 
and may be heterogeneous. 

In the embodiment wherein the reducing agent is added as rapidly as possible to the transition metal com- 
pound, it is also Important to add the reducing agent to the transition metal compound in the aforementioned 
sequence to obtain the novel catalyst. The reversal of the addition sequence, i.e., the addition of the transition 

35 metal compound to the reducing agent or the respective solutions thereof, is detrimental to the stability, selec- 
tivity, activity and homogeneity of the catalyst and is therefore undesirable. 

In all embodiments of the hydrogenation catalyst synthesis, it is preferred to use solutions of the reducing 
agent and the transition metal compound in suitable solvents, such as hydrocarbon solvents, e.g., cyclohexane, 
hexane, pentane, heptane, benzene, toluene or mineral oils. The solvents used to prepare the solutions of the 

40 reducing agent and of the transition metal compound may be the same or different, but if they are different, 
they must be compatible with each other so that the solutions of the reducing agent and the transition metal 
compound are fully soluble in each other. 

The hydrogenation process comprises contacting the unsaturated polymer to be hydrogenated with an 
amount of the catalyst solution containing about 0.1 to about 0.5, preferably about 0.2 to about 0.3 mole percent 

45 of the transition metal based on moles of the polymer unsaturation. The hydrogen partial pressure Is about 5 
psi to about several hundred psi, but preferably it is about 10 to about 100 psi. The temperature of the hyd- 
rogenation reaction mixture is about 25 to about 80°C, since higher temperatures may lead to catalyst deacti- 
vation. The length of the hydrogenation reaction may be as short as 30 minutes and, as will be apparent to 
those skilled in the art, depends to a great extent on the actual reaction conditions employed. The hydrogenation 

50 process may be monitored by any conventional means, e.g., infra-red spectroscopy, hydrogen flow rate, total 
hydrogen consumption, or any combination thereof. 

Upon completion of the hydrogenation process, unreacted hydrogen is either vented or consumed by the 
introduction of the appropriate amount of an unsaturated material, such as 1-hexene, which is converted to an 
inert hydrocarbon, e.g., hexane. Subsequently, the catalyst is removed from the resulting polymer solution by 

55 any suitable means, selected depending on the particular process and polymer. For a low molecular weight 
material, for example, catalyst residue removal may consist of a treatment of the solution with an oxidant, such 
as air, and subseqent treatment with ammonia and optionally methanol in amounts equal to the molar amount 
of the metals (i.e., the sum of the transition metal and the metal of the reducing agent) present in the hydroge- 
nation catalyst to yield the catalyst residues as a filterable precipitate, which is filtered off. The solvent may 
then be removed by any conventional methods, such as vacuum stripping, to yield the product polymer as a 



17 



EP 0 441 485 A2 

clear, colorless fluid. 

Alternatively, and in a preferred embodiment, upon completion of the hydrogenation reaction, the mixture 
s is treated with ammonia in the molar amount about equal to that of the metals (i.e., the sum of the transition 
metal and the metal of the reducing agent) and aqueous hydrogen peroxide, (n the molar amount equal to about 
one half to about one, preferably one half, of the amount of the metals. Other levels of the ammonia and peroxide 
are also operative, but those specified above are particularly preferred. In this method, a precipitate forms, 
which may be filtered off as described above. 
10 In yet another alternative method, the catalyst may be removed by extraction with an aqueous mineral acid, 
such as sulfuric, phosphoric or hydrochloric acid, followed by washing with distilled water. A small amount of 
a material commonly used as an aid in removing transition metal-based catalysts, such as a commercially avail- 
able high molecular weight diamine, e.g., Jeffamine D-2000 from Texaco, may be added to aid in phase sepa- 
ration and catalyst removal during the extractions. The resultant polymer solution is then dried over a drying 
15 agent, such as magnesium sulfate, separated from the drying agent and the solvent is then separated by any 
conventional methods, such as vacuum stripping, to yield a polymer as a clear fluid. Other methods of polymer 
isolation, such as steam or alcohol flocculation, may be employed depending upon the hydrogenated polymer 
properties. 

20 Crosslinking And Functionalization Of The Terminal Blocks 

In addition to acting as sites for vulcanization, the unsaturated terminal blocks of the block polymers of this 
invention can be chemically modified to provide benefits obtained with similar modifications of existing com- 
mercial materials, such as butyl rubber or EPDM. In some instances, the benefits obtained by a chemical modi- 
25 fication of butyl rubber or EPDM may be magnified using the elastomers of our invention as a matrix Instead 
of the butyl rubber or EPDM of similar molecular weight because of their intrinsically superior efastomeric 
properties. 

It is known that the halogenation of the unsaturation in butyl rubber (based upon isoprene monomer) prior 
to the vulcanization treatment, produces dramatic changes in vulcanization rate and provides greater versatility 

30 in the choice of vulcanizing agents. Since the residual unsaturated groups in the first embodiment of our inven- 
tion, present in the I block, in the most preferred embodiment, are also based on isoprene monomer, the haloge- 
nation of the polymer of this embodiment provides the same benefits, but with the retention of the greater 
elongation characteristics inherent in the invention polymer. The same benefits will be obtained with any other 
dienes which can be used to prepare the block I of this embodiment of the invention, and therefore any polymers 

35 of this invention containing any such dienes can be halogenated in the same manner as the butyl rubber. Any 
other polymers of this invention containing the polymerized dienes of formula (1) or blocks I can also be haloge- 
nated in the same manner. 

It is also known that the reaction of EPDM with maleic anhydride at elevated temperatures (e.g., about 
150°C to about 250°C) produces maleic modified EPDM which is used commercially as an impact modifier. 

40 particularly for Nylon. Similar modification of the polymers of any embodimetns of our invention occurs readily, 
since the residual isoprene unsaturation, primarily of the 3.4-type, illustrated above, is known to be more reac- 
tive with maleic anhydride than are the internal bonds found in EPDM. The resultant product provides improved 
impact properties when blended with Nylon. The above examples illustrate only some of the potentially valuable 
chemical modifications of the polymers of this invention. The liquid polymers of this invention provide a means 

45 for a wide variety of chemical modifications only the ends of the molecule (i.e., at the I blocks only), thereby 
presenting the opportunity to prepare materials previously impossible because of the lack of availability of such 
polymers. Some examples of well known chemical reactions which can be performed on polymers of this inven- 
tion are found in E. M. FETTES, CHEMICAL REACTIONS OF POLYMERS, High Polymers, Vol. 19, John Wiley, 
New York, 1964, Incorporated herein by reference. 

so Until the instant Invention, It has not been possible to produce liquid hydrocarbon elastomers having the 
capability of maintaining a large distance between crosslinks (high Me) after vulcanization. Our invention pro- 
vides block hydrocarbon polymers capable of being vulcanized to a perfect network with a distance between 
crosslinks substantially equivalent to the dimensions of the unvutcanlzed elastomeric molecule. In addition to 
the expected improvements in elastomeric properties, the saturated main chain of the polymers of our invention 

55 provides a high degree of oxidative and thermal stability. Unique materials can also be obtained by chemical 
modifications of the block polymers of this Invention, since such modifications can be carried out selectively 
only at the unsaturated terminal ends of the molecules. 

The crosslinking of the selectively hydrogenated block polymers of this invention is conducted in a con- 
ventional manner by contacting the block copolymer with a suitable crosslinking agent or a combination of such 
agents. The crosslinking process produces a copolymer having uniform distance between cross-links. 
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The block copolymers can also be functionaiized by reacting the terminal blocks containing unsaturated 
groups with various reagents to produce functional groups, such as hydroxyl, epoxy, sulfonic acid, mercapto, 
5 acrylate or carboxyl groups. Functionalization methods are well known in the art. The functional groups can be 
used to produce both covaient and ionic crosslinks. The random copolymers may also be cross-linked or 
functionaiized fn the same manner as the block copolymers. 

The following Examples illustrate additional features of the invention. However, it will be apparent to those 
skilled in the art that the specific reactants and reaction conditions used In the Examples do not limit the scope 
10 of the invention. 

In all of the following examples, the experimental work was performed with dried reactors and equipment 
and under strictly anaerobic conditions. Extreme care must be used to exclude air, moisture and other impurities 
capable of interfering with the delicate chemical balance involved in the synthesis of the polymers of this inven- 
tion, as will be apparent to those skilled in the art. 

15 

EXAMPLE 1 

(Isoprene-Butadiene-lsoprene-Triblock Polymer) 

20 Three hundred milliliters (ml) of purified, dried cyclohexane (99.5%, Phillips Petroleum) were Introduced 
into a six-hundred milliliter stirred glass reactor. Air was removed from the reactor under vacuum and replaced 
by dry nitrogen. The reactor was equipped with an air driven stirrer, a pressure gauge, thermocouple, top sur- 
face inlet valve, dip tube feeder with valve, heating-mantle and variable controller and combination nitrogen- 
/vacuum inlet with valve. Three ml of a 0.01 M solution of bipyridyl in cyclohexane, 7.3 ml (90 mmol) of 

25 tetrahydrofuran freshly distilled from benzophenone ketyi and 1 .8 ml (1 8 mmol) of purified isoprene were injec- 
ted into the reactor. The temperature of the reactor and its contents was raised to 50°C. The solution was then 
titrated by addition of 1.6 M butyl lithium until a persistent red color was obtained. Following this, 3.75 ml of 1 .6 
M butyl lithium was injected into the reactor in order to initiate polymerization of the isoprene. The reaction was 
allowed to run for one hour, after which 47.5 g of purified butadiene were pressured into the reactor at a rate 

30 such that the reaction temperature did not exceed 70°C. After one hour, the reactor pressure had returned to 
its initial level and the formation of the second block of the copolymer was completed. Isoprene (1.8 ml, 18 mmol) 
was again injected into the reaction to allow for the formation of the third and final block of the tribiock polymer. 
After one hour, 0.35 ml of acetic acid (4.5 mmol) were injected into the reactor to quench the tribiock living anion. 
The color of the reaction mixture changed from a dark amber to colorless immediately. The mixture was cooled 

35 to room temperature, filtered through alumina/Celite, an anti-oxidant, Irganox 1076 from Ciba-Geigy (100 ppm 
based on dry polymer) was added and solvent was removed under reduced pressure to yield a tribiock polymer 
of about 8400 molecular weight as a clear, colorless, viscous fluid. Infra-red analysis (Fourier Transform) 
showed the butadiene center block to possess 55% (1,2)and 45% of (1,4)-microstructure. 

40 EXAMPLE II 

(lsoprene-Butadiene-lsoprene Tribiock Polymer) 

This example is similar to that of Example 1, but the scale was increased to utilize a one gallon stainless 

45 steel pressure reactor. 

1500 grams of purified, dried cyclohexane (99.5%, Phillips Petroleum) were introduced into a one gallon 
stirred stainless steel reactor. The reactor was equipped with a stirrer, pressure gauge, thermocouple, top sur- 
face inlet, dip tube feeder with valve, variably controlled heater and heat exchange coil. Following the addition 
of the solvent, 50 ml (0.614 mol) of tetrahydrofuran freshly distilled from benzophene ketyl, 43.3 ml (0.433 mol) 

so of purified isoprene and an additional 80 g of cyclohexane were pressured Into the reactor. The temperature 
of the reactor and its contents was raised to 50°C. Butyl lithium (61.2 ml of 1.5 M solution, 91.8 mmol) was 
pressured Into the reactor in order to titrate impurities and initiate polymerization of the isoprene. The reaction 
was allowed to run for one hour, after which 1100 ml of purified butadiene (12.65 mol) were pumped Into the 
reactor at a rate such that the reaction temperature did not exceed 60°C. Cooling water was passed through 

55 the heat exchanger during this process to aid in the control of temperature. The butadiene feed was complete 
within thirty minutes. One hour later, the formation of the second block of the copolymer was complete and iso- 
prene (43.3 ml, 0.433 mol) in 50 g of cyclohexane was again pressured into the reactor to allow for the formation 
of the third and final block of the tribiock polymer. After one hour, the reaction mixture was cooled and dis- 
charged Into a vessel containing 5.2 ml of acetic acid (90.8 mmol) to quench the tribiock living anion. The mixture 
was filtered through alumina/Celite, an anti-oxidant (1 00 ppm based on dry polymer) was added and the solvent 
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was removed under reduced pressure to yield a triblock polymer of about 8200 molecular weight as a clear, 
colorless, viscous fluid. Infra-red analysis (Fourier Transfrom) showed the butadiene center block to possess 
5 56% {1,2>- and 44% of (1,4)-microstructure. 

EXAMPLE HI 

(Viscosity as a Function of Molecular Weight) 

10 

This example Illustrates the relationship between the molecular weight of the triblock polymers prepared 
in the manner substantially the same as that of Examples I and II and their resulting bulk viscosities. 

As is apparent from the data of Figure 1, a linear relationship exists between the molecular weight of the 
unhydrogenated isoprene-butadiene-isoprene polymers prepared as in Examples ! and II and the log of their 
15 room temperature bulk viscosities as measured using a Brookfield Engineering LVT viscometer operating at, 
for example, 0.6 rpm with spindle number 5. 

EXAMPLE IV 

20 (Isoprene/Styrene-Butadiene-lsoprene/Styrene Triblock Polymer) 

This example illustrate the preparation of a triblock polymer wherein the terminal blocks consist of isop- 
rene-styrene copolymers. Incorporation of levels of styrene approximately comparable to those of isoprene into 
the end blocks is beneficial with certain methods of vulcanizing the final selectively hydrogenated triblock. 

25 1400 grams of purified, dried cyclohexane (99.5%, Phillips Petroleulm) were introduced into a one gallon 

stirred stainless steel reactor. The reactor was equipped with a stirrer, pressure gauge, thermocouple, top sur- 
face inlet, dip tube feeder with valve, variably controlled heater and heat exchange coil. Following the addition 
of the solvent, 88 ml (1.08 mol) of tetrahydrofuran fresly distilled from benzophenone ketyl, 21 .8 ml (0.218 mol) 
of purified isoprene, 41 .5 mi of purified styrene (0.362 mol) and an additional 50 g of cyclohexane were press- 

30 ured into the reactor. The temperature of the reactor and its contents was raised to 50°C. Butyl lithium (47.0 
ml of 1.6 M solution, 75.2 mmo!) was then pressured into the reactor In order to titrate impurities and initiate 
polymerization of the isoprene. The reaction was allowed to run for one hour, after which 800 ml of purified 
butadiene (9.20 mol) were pumped into the reactor at a rate such that the reaction temperature did not exceed 
60°C. Cooling water was passed through the heat exchanger during this process to aid in the control of tem- 

35 perature. The butadiene feed was complete within thirty minutes. One hour later, the formation of the second 
block of the copolymer was complete and a mixture of isoprene (21 .8 ml, 0.21 8 mol) and styrene (41 .5 ml, 0.362 
mol) in 50 g of cyclohexane was again pressured into the reactor to allow for the formation of the third and final 
block of the triblock polymer. After one hour, the reaction mixture was cooled and discharged into a vessel con- 
taining 4.3 ml of acetic acid (75.2 mmo!) to quench the triblock living anion. The mixture was filtered through 

4o alumina/Celite. an antioxidant (100 ppm based on dry polymer) was added and solvent was removed under 
reduced pressure to yield a triblock polymer of about 8000 molecular weight as a clear, colorless viscous fluid. 
Infra-red analysis (Fourier Transform) showed the butadiene center block to possess 57% (1,2)- and 43% (1,4)- 
microstructure. 

45 EXAMPLE V 

(Isoprene-Butadtene Random Copolymer) 

This example illustrates the preparation of a random copolymer consisting of isoprene and butadiene whe- 
50 rein the isoprene proportion is completely analogous to that of the triblock material of Example I. 

800 ml of purified, dried cyclohexane (99.5%, Phillips Petroleum) were introduced into a two liter stirred 
glass reactor. The reactor was purged several times with dry nitrogen. The reactor was equipped with an air 
driven stirrer, a pressure gauge, thermocouple, top surface inlet valve, dip tube feeder with valve, heat 
exchange coil and nitrogen inlet with valve. 5 ml of a 0.01 M solution of bipyridyl (n cyclohexane and 16.1 ml 
55 (198mmo() of tetrahydrofuran freshly distilled form benzophenone ketyl were injected into the reactor. The reac- 
tor contents were titrated with 1.6 M butyl lithium to a persistent red end point The temperature of the reactor 
and its contents was raised to 50°C and 8.3 ml of 1.6 M butyl lithium (13.3 mmol) were added. A mixture of 
13.3 ml of isoprene (0.133 mol) and 90.9 g of purified butadiene (1 .68 mol) was then pressured into the reactor 
at a rate that allowed for maintaining a temperature of between 50 and 60°C. The feed was completed in about 
20 minutes, after which the reaction was allowed to proceed for an additional hour. The contents were cooled 
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and discharged into a vessel containing 0.53 ml of methanol (13 mmol) to quench the copolymer living anion. 
The color of the reaction mixture changed from a dark amber to colorless immediately. The mixture was filtered 
5 through alumina/Celite, an anti-oxidant (100 ppm based on dry polymer) was added and solvent was removed 
under reduced pressure to yield a random copolymer of about 7500 molecular weight as a clear, colorless, visc- 
ous fluid. Infra-red analysis (Fourier Transform) showed the butadiene portion to possess 60% (1 ,2)- and 40% 
(1 ,4)-microstructure. In general, the infra-red spectrum was essentially indistinguishable from that of the triblock 
material of Examples I and II. 

10 

EXAMPLE VI - COMPARATIVE 
(Low Molecular Weight Polybutadiene) 

is This example illustrates the preparation of a low molecular weight polybutadiene in a manner completely 
analogous to that of the random copolymer of Example V. 

800 ml of purified, dried cyclohexane (99.5%, Phillips Petroleum) were introduced into a two liter stirred 
glass reactor. The reactor was purged several times with dry nitrogen. The reactor was equipped with an air 
driven stirrer, a pressure gauge, thermocouple, top surface inlet valve, dip tube feeder with valve, heat 

20 exchange coil and nitrogen inlet with valve. 5 ml of a 0.01 M solution of bipyridyl in cyclohexane and 16.1 ml 
(1 98 mmol) of tetrahydrofuran freshly distilled from benzophenone ketyl were injected into the reactor. The reac- 
tor contents were titrated with 1.8 M butyl lithium to a persistent red endpoint. The temperature of the reactor 
and its contents was raised to 50°C and 8.3 ml of 1 .6 M butyl lithium (1 3.3 mmol) were added. Purified butadiene 
(100 g, 1.85 mol) was then pressured into the reactor at a rate that allowed for maintaining a temperature of 

25 between 50 and 60°C. The feed was complete in about 20 minutes, after which the reaction was allowed to 
proceed for an additional hour. The contents were cooled and discharged into a vessel containing 0.55 ml of 
methanol (1 3.5 mmol) to quench the poly bu tad ienyl living anion. The color of the reaction mixture changed from 
a dark amber to colorless Immediately. The mixture was filtered through alumina/Celite, an anti-oxidant {100 
ppm based on dry polymer) was added and solvent was removed under reduced pressure to yield 

30 polybutadiene of about 7500 molecular weight as a clear, colorless, viscous fluid. Infra-red analysis (Fourier 
Transform) showed the polybutadiene to possess 45% (1,2)and 55% (1,4)-microstructure. In general, the in- 
fra-red spectrum was essentially indistinguishable from that of the triblock material of Examples I and II. 

EXAMPLE VII 

35 

(Hydrogenation Catalyst Preparation) 

This example illustrates the preparation of the selective hydrogenation catalyst used in subsequent exam- 
ples. 

40 In a clean, dry pressure bottle equipped with a magnetic stir bar, were placed 77.88 ml of pure, dry cyc- 

lohexane and 7.34 g of nickel (J!) octoate (8% in mineral spirits, Mooney Chemical). The bottie was sealed with 
a septum and bottle cap, evacuated and refilled with dry nitrogen. The process was repeated several times. 
The mixture was then stirred vigorously and 14.40 ml of 1.73 M triethylaluminum was added via syringe as 
quickly as practicable (about 15 seconds). Periodically, pressure was vented by means of a needle fitted with 

45 a valve. There was no evidence of heterogeneity in the final black reaction mixture. The catalyst solution nickel 
concentration was 0.1 M and the molar ratio of aluminum to nickel was 3.6. 

EXAMPLE VIII 

so (Hydrogenation of Isoprene-Butadiene-lsoprene Block Copolymer) 

This example illustrates the selective hydrogenation of the central polybutadiene block of an isoprene-bu- 
tadiene-isoprene triblock polymer. 

250 ml of cyclohexane in which was dissolved 23 g of triblock polymer made in the manner similar to that 
55 of Example I were purged of air by evacuation followed by the introduction of dry nitrogen. This amount of 
polymer contained 0.403 moles of polybutadiene unsaturation. To the polymer solution was added 25 ml of a 
hydrogenation catalyst solution comprised of triethylaluminum and nickel (II) octoate in a 3.6 :1 ratio with a 
nickel concentration of 0.1 M in cyclohexane. The resulting mixture was placed In a Parr hydrogenation 
apparatus and pressured to 50 psig hydrogen. The apparatus was vented and the process repeated twice more, 
after which the pressure was maintained at 50 psig of hydrogen. The temperature was raised to 50°C and the 
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mixture was agitated vigorously. Hydrogen was fed on demand in order to maintain 50 psig in the vessel and 
the flow rate was monitored by means of a mass flow meter. The progress of the hydrogenation process was 

5 monitored both by Fourier Transform infra-red spectroscopy and hydrogen flow rate. An infra-red spectrum 
obtained at the start of the process displayed the presence of primarily the butadiene unsaturation (peaks at 
995, 968 and 910 wavenumbers). After thirty minutes, butadiene vinyl unsaturation (peaks at 995 and 910 
wavenumbers) was gone, the trans-(1,4)-butadiene was significantly reduced (968 wavenumbers) and the iso- 
prene vinylidene (888 wavenumbers) was very much in evidence. After ninety minutes, only the isoprene 

10 unsaturation remained. This final point corresponds to zero hydrogen flow. Upon completion of the selective 
hydrogenation process, the vessel was vented and the black reaction mixture was stirred in air with ammonium 
hydroxide and methanol stoichiometrically equivalent to the total catalyst metal content (1 1 .5 mmol, 0.7 ml con- 
centrated ammonia and 0.5 ml methanol). Within several hours, the mixture had changed to a dark green color 
indicative of oxidized nickel. The mixture was filtered through alumina/Celite and an anti-oxidant was added in 

15 the amount equivalent to 100 ppm based on the dry polymer weight. Solvent was then removed under reduced 
pressure to yield the product as a clear, colorless, viscous fluid. 

EXAMPLE (X 

20 (Viscosity as a Function of Molecular Weight of Hydrogenated Triblock Copolymer) 

This example illustrates the relationship between the molecular weight of the selectively hydrogenated trib- 
lock polymers prepared in the manner of Example VIII and their resulting bulk viscosities. 

As Is apparent in Figure 2, a monotonic increase in room temperature bulk viscosity is observed as the 
25 molecular weight of the selectively hydrogenated triblock polymers is increased. In all cases, a Brookfield 
Engineering LVT viscometer operating at, for example 0.6 rpm with spindle number 5 was used. 
Surprisingly, however, even at a molecular weight of ten thousand g/mol (Mn = Mw) the bulk viscosity does 
not exceed one million centipoises. 

30 Triblock Molecular fcteigrit 

2000 5000 6500 7500 10000 

BulX Viscosity (cps) 
35 8500 54700 424000 745000 976000 

EXAMPLE X 

(Hydrogenation of Isoprene/Styrene-Butadiene-lsoprene/Sryrene Triblock Polymer) 

40 

This example illustrates the selective hydrogenation of the central polybutadiene block of a triblock polymer 
wherein the terminal blocks consist of isoprene-styrene copolymers. 

The process was carried out In a manner completely analogous to that of Example VIII to give a material 
in which only the isoprene unsaturation remained as evidenced by Fourier Transform infra-red spectroscopy. 

45 

EXAMPLE XI 

(Hydrogenation of Random Isoprene-Butadiene Copolymer) 

so This example illustrates the selective hydrogenation of the butadiene portion of a random copolymer of iso- 

prene-butadiene prepared as in Example V. 

The process was carried out in a manner completely analogous to that of Example VIII to give a material 
in which only the isoprene unsaturation remained as evidenced by Fourier Transform infra-red spectroscopy. 

55 EXAMPLE XH 

(Hydrogenation of Low MW Polybutadiene) 

This example illustrates the selective partial hydrogenation of a low molecular weight polybutadiene prep- 
ared as in Example VI. 
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250 m! of cyclohexane in which was dissolved 30 g of poly butadiene prepared in Example VI were purged 
of air by evacuation followed by introduction of dry nitrogen. This amount of polymer contained 0.556 moles of 

s unsaturatlon. To the polymer solution was added 15 ml of a hydrogenation catalyst solution analogous to that 
of Example VIII. The resulting mixture was placed in a Parr hydrogenation apparatus and pressured to 50 psig 
hydrogen. The apparatus was vented and the process repeated twice more, after which the pressure was main- 
tained at 50 psig of hydrogen. The mixture was agitated vigorously and hydrogen was fed on demand in order 
to maintain 50 psig pressure in the vessel. The progress of the hydrogenation process was monitored both by 

10 Fourier Transform infra-red spectroscopy and hydrogen flow rate as Indicated by a mass flow meter. After twen- 
ty-five minutes, the hydrogen flow rate had reached a level that indicated that most of the hydrogenation was 
complete. The process was halted and an infra-red spectrum showed only the presence of trans-(1 ,4)-polybu- 
tadiene unsaturation at a level comparable to that of isoprene unsaturation levels of selectively hydrogenated 
isoprene-butadiene-isoprene triblock polymers prepared as in Example VIII. The vessel was vented and the 

15 black reaction mixture was stirred in air with ammonium hydroxide and methanol stoichoimeuically equivalent 
to the total catalyst metal content (6.9 mmol, 0.4 ml concentrated ammonia and 0.3 ml methanol). Withfn several 
hours the mixture had changed to a dark green color indicative of oxidized nickel. The mixture was filtered 
through alumtna/Celite and an anti-oxidant was added in an amount equivalent to 100 ppm based on dry 
polymer weight. The solvent was then removed under reduced pressure to yield the product which was a clear, 

20 colorless, viscous fluid. 

EXAMPLE XIII 

(Vulcanization of Hydrogenated Isoprene-Butadiene-lsoprene Triblock) 

25 

This example illustrates the low temperature vulcanization (cure) of a selectively hydrogenated low molecu- 
lar weight isoprene-butadiene-isoprene triblock polymer into a solid rubber using the quinone dioxime (GMF) 
cure. 

The ingredients listed below were mixed thoroughly without heating either by hand or in a Brabender mixer 
30 to a uniform consistency. The resulting paste was placed in a Teflon mold with dimensions of 3"xZ"x0.25" and 
cured in a Carver press for one hour at 50°C and 6000 psi pressure. Subsequently, the sample was removed 
from the mold and allowed to age for a period of at least three hours at 50°C. The resutting solid rubber was 
non-tacky, elastic and displayed tensile strength and elongation values at break of 350 psi and 200% respect- 
ively. 

35 Mix Recipe Parts 
Triblock Polymer 100.0 
GMF (quinone dioxime) 1 1 .0 
N-Chlorosuccinimide 17.2 
Zinc Oxide 7.6 

40 

EXAMPLE XIV 

(Rubber Properties as Function of Molecular weight) 

45 This example illustrates the relationship between selectively hydrogenated triblock polymer molecular 

weight and final cured rubber properties. The cure method as described in Example XIII was employed with 
the addition of silica as an inert filler at a level of 50 parts to cure triblock polymers of isoprene-butadiene-isop- 
rene prepared in the manner substantially the same as that of Example VII. The results are summarized below 
and in Figure 3. 

so As shown in Figure 3, for the range of molecular weights examined (2,000 to 10,000 g/mol), a maximum 
percent elongation value of 180% at break was observed for the 7,500 molecular weight selectively hydroge- 
nated triblock polymer. The 10,000 molecular weight material displayed a simitar but slightly inferior value and 
the materials of lower molecular weight were clearly inferior with respect to cured properties. For comparison, 
the uncured triblock bulk viscosities are included in the data. 



55 Mix Recipe : Parts 

Triblock Polymer 100.0 

GMF 14.4 

N-Chlorosuccinimide 22.4 

Zinc Oxide 10.0 

Silica 50.0 
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Physical Properties : 
Molecular Weight 2 , 000 

Bulk Viscosity (cps) 8,500 

10 

% Elongation 20 
EXAMPLE XV 

15 

(Cured Rubber Properties as Function of Hydrogenated Polymer MW) 

This example illustrates the relationship between selectively hydrogenated triblock polymer molecular 
weight and final cured rubber properties. The cure method as described in Example XIH was employed with 
20 the adjustement of the curative levels to the isoprene unsaturation levels for the appropriate molecular weight 
The triblock polymers were made from isoprene-butadiene-isoprene in the manner substantially the same as 
that of Example VII. The results are summarized below and in Figure 4. 

As shown in Figure 4, for the range of molecular weights examined (5,000 to 10,000 g/mol), a maximum 
percent elongation value of greater than 250% at break was observed for the materials above 7,500 molecular 
25 weight The 10,000 molecular weight material displayed slightly better elongation and the lower molecular 
weight polymers were dearly inferior with elongations at break of 100% and less. 



30 


Itolecular weight 


5,000 


6,500 


7,500 


10,000 


35 


Mix Recipe: 

Polymer 

GMF 

NH^ilorosuccinimde 
Zinc Oxide 


100.0 
19.6 
25.2 
13.2 


100.0 
14.4 
22.4 
10.0 


100.0 
12.4 
19.4 
8,6 


100.0 
9.4 
14.6 
6.6 


40 


Riysical Properties 












% Elongation 


65 


109 


245 


262 



45 

EXAMPLE XVI 



(Star Branched Polymers) 

so This example illustrates the preparation of an isoprene-butadiene-isoprene triblock living polymer that is 
subsequently coupled to yield branched materials containing two arms (a pentablock), three arms (Y-shaped), 
four arms (plus-shaped), etc. The method is similar to that of Example I, but a fractional equivalent of quenching 
reagent containing multiple sites to react with the polymer living anion, such as silicon tetrachloride, was 
employed instead of acetic acid. For example, one-fourth of an equivalent of silicon tetrachloride was used 

55 based on the amount of n-butyl lithium employed in the polymerization. 

The polymers prepared were obtained as colorless fluids with viscosities comparable to the parent triblock 
polymer, i.e., the materials are still liquids despite their relatively high molecular weights. 



5,000 6,500 7,500 10,000 



54,700 424,000 745,000 976,000 
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Polymer Obtained 



Bulk 



5 



VjsogsttY (cpsj 



10 



Trichlarosilane Y-shaped, 25500 g/iool 

Silicon Tetrachloride -t-shaped, 34000 g/rool 

Unhydrogenated 8500 MW Triblock from Exanple HI: 



569,000 
254,000 
178,000 



EXAMPLE XVII 

is (Star Branched Polymers) 

This example illustrates the preparation of an isoprene-butadiene diblock living polymer that is subse- 
quently coupled to yield branched materials containing two arms (a triblock), three arms (Y-shaped), four arms 
(plus-shaped), etc. The method Is similar to that of Example XVI, but quenching of the living anion is performed 
20 after the formation of the second polymer block, i.e., the polyisoprene-butadienyl anion. The material obtained 
had isoprene blocks only on the ends of the individual branches and not at their junction. 

EXAMPLE XVIII 

25 (Hydrogenation of Star-Branched Polymers) 

This example illustrates the selective hydrogenation of the butadiene blocks of the branched materials of 
Examples XVI and XVII. 

The process was canned out in a manner analogous to that of Example Vilf to give materials in which only 
30 the isoprene unsaturation remained as evidenced by Fourier Transform infra-red spectroscopy. 

EXAMPLE XIX 

(Properties of Hydrogenated Polymers) 



This example illustrates the relationship between the degree of branching of selectively hydrogenated iso- 
prene-butadiene-isoprene polymers with approximately the same distance between crosslinks, M c of 8500, and 
the moiecuiar weight and final cured rubber properties. The cure method as described in Example XIII was 
employed. The branched materials cured significantly faster at the same curatives level to rubbers of somewhat 
40 superior performance. All three samples of this Example were prepared from the same mix recipe summarized 
below. 
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10 



15 



20 



25 



Mix Recipe: Parts 

Triblock Polymer 100.0 

GMF 11.0 
NK3ilorosuocinimide 17 . 2 

Zinc Oxide 7.6 
Uncured 

Molecular Weight 8400 25500 34000 

Cured Physical 
Properties 

Approximate M c 8400 8500 8500 

% Elongation 202 201 266 

Tensile (psi) 329 408 421 

Shore A Hardness 64 62 58 

30 It will be apparent to those skilled in the art that the specific embodiments discussed above can be suc- 
cessfully repeated with ingredients equivalent to those generically or specifically set forth above and undervari- 
able process conditions. 

From the foregoing specification, one skilled in the art can readily ascertain the essential features of this 
invention and without departing from the spirit and scope thereof can adapt it to various diverse applications. 



Claims 

1. A liquid, vulcanisable copolymer comprising at least two, copolymerised monomers which ; 

4o (i) when the copolymerised monomers are disposed as an at least tri-, or as a star-branched, block 

copolymer, has a middle block which is selectively and substantially completely hydrogenatable while 
each terminal block, which may be the same or different, contains sufficient unsaturation for vulcanis- 
ation ; or 

(ii) when the copolymerised monomers are disposed as a random (including star-branched random) 
45 copolymer, has a backbone which is selectively and substantially completely hydrogenatable while pen- 

dant groups contain sufficient unsaturation for vulcanisation. 

2. A liquid block copolymer according to claim 1 which comprises at least three alternating blocks of the for- 
mula : 

W (l)x-(B) y -(l), 
wherein : 

0) represents a block comprising at least one polymerized conjugated diene I having at least five (5) carbon 
atoms and the formula : 

55 

r 1 -C = C- C«=C~R 6 



k 2 £ 3 k< £ 



in which 
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R' to R*. which may be the same or different, each represents a hydrogen atom or a hydrocarbyl 
group, provided that : 

(a) at least one of R' to R 8 represents a hydrocarbyl group ; and 

(b) the structure of the residua! double bond in the polymerized block has the formula : 

R 11 

R 1 - <1 = C - R 111 
R^ 

in which : 

R ( , R", R'" and R^, which may be the same or different, each represents a hydrogen atom or a hyd- 
rocarbyl group, provided that both R* and R" represent hydrocarbyl groups and/or both R l!l and R ,v represent 
hydrocarbyl groups ; 

(B) represents a block comprising at least one conjugated diene B, different from the diene I, having 
at least four (4) carbon atoms and the formula : 



R 7 -C = C~C^C-R 12 

in which : 

R 7 to R 12 , which may be the same or different, each represents a hydrogen atom or a hydrocarbyl 
group, provided that the structure of the residual double bond in the polymerized block has the formula : 



r" 

* c 

Id 



a 1 c 
R - C = C - FT 



in which : 

R\ R b . R c and R<*. which may be the same or different, each represents a hydrogen atom or a hyd- 
rocarbyl group, provided that : 

(c) one of R' or R b represents a hydrogen atom ; 

(d) one of R c or R d represents a hydrogen atom ; and 

(e) at least one R", R b , R c or R* represents a hydrocarbyl group ; 

x and x', which may be the same or different, each represents a number of at least 1, and 
y represents a number of at least 25. 

A liquid star-branched block polymer according to claim 1 of the formula : 

[PliQ 

in which : 

P comprises blocks of the formula : 

(I), and <B) y 

wherein : 

I is defined in claim 2 ; 

x is defined in claim 2 ; the values for each block 
being the same or different ; 
B is defined in claim 2; 

y Is defined In claim 2, the values for each block 

being the same or different 

each free end of P being an (I) block ; 

Q represents a coupling moiety ; and 

i represents the number of star branches. 
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4. Aliquid random copolymer according to claim 1 which comprises atteastone polymerised conjugated diene 
I and at least one polymerised conjugated diene B wherein : 

i is defined in claim 2 ; and 
B is defined in claim 2. 

5. A liquid star-branched random copolymer according to claim 1 which comprises at least one polymerized 
conjugated diene I and at least one polymerized conjugated diene B, wherein : 

I is defined in claim 2 ; and 
B is defined in claim 2. 

6. A liquid copolymer according to any preceding claim which comprises at least one polymerised arylsub- 
stituted olefin and which, in a block copolymer, may be contained, randomly or block copolymerised, in an 
(I) block. 

7. A liquid copolymer according to claim 6 wherein the aryl-substituted olefin has the formula : 




wherein 

Ar represents a phenyl, alkyl-substituted phenyl, naphthyl, or alkyl-substituted naphthyl group ; and 
R» represents a hydrogen atom or a methyl, ethyl, propyl, butyl or aryl group. 

8. A liquid block copolymer according to claim 1 , 2, 3, 6 or wherein at least one of the (I) blocks, which may 
be the same or different, comprises at least 30 molar percent of the arylsubstituted olefin. 

9. A liquid block copolymer according to claim 6, 7 or 8 wherein the (B) block(s) comprise from 96 to 40 weight 
percent of the copolymer. 

10. A liquid random copolymer according to claim 1, 4, 5, 6 or 7 which comprises from 0.3 to 15 molar percent 
of the aryl-substituted olefin. 

11. A liquid random copolymer according to claim 10 which comprises from 1 to 25 molar percent of I wherein 
( is defined in claim 2. 

12. Aliquid random copolymer according to claim 11 which comprises from 1.0 to 10 molar percent of the con- 
jugated diene I, and. correspondingly from 90 to 99 molar percent of the conjugated diene B. 

13. A liquid copolymer according to any preceding claim having a molecular weight of at least 2,000. 

14. A liquid copolymer according to claim 13 having a molecular weight of 5,000 to 10,000. 

15. A liquid block copolymer according to any of claims 1, 2, 3, 6 to 14 wherein x represents 1 to 30 and y 
represents 30 to 275. 

16. A liquid copolymer according to any preceding claim wherein the diene I comprises isoprene, 2,3-dime- 
thyl-butadiene, 2-methyl-1,3-pentadiene, myrcene, 2-methyM,3-pentadiene f 3-methyl-1 ,3-pentadiene, 4- 
methyl-1 ,3-pentadiene, 2-phenyM ,3-butadiene, 2-phenyi-1 ,3-pentadiene, 3-phenyi-1 ,3-pentadiene, 
2,3-dimethyl-1 ,3-pentadiene, 4-methy1-1 ,3-pentadiene, 2-hexyi-1 ,3-butadiene, 3-methyl-1 ,3-hexadiene, 2- 
benzyl-1,3-butadiene, 2-p-toiyl-1 ,3-butadiene, or a mixture thereof. 

17. A liquid copolymer according to claim 16 wherein the diene I comprises isoprene. 

18. A liquid copolymer according to any preceding claim wherein the diene B comprises 1,3-butadiene, 1,3- 
pentadiene, 2,4-hexadiene, 1 ,3-hexadiene, 1,3-heptadiene,2,4-heptadiene, 1,3-octadiene, 2,4-octadiene, 
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3,5-octadiene, 1,3-nonadiene, 2,4-nonadiene, 3,5-nonadiene, 1,3-decadiene, 2,4-decadiene, 3,5-deca- 
diene, or a mixture thereof. 

5 

19. A liquid copolymer according to claim 18 wherein the diene B comprises 1 ,3-butadiene. 

20. A liquid copolymer according to any preceding claim wherein the or each of the (B) blocks, or the polymer- 
ised conjugated diene B, prior to the selective hydrogenation reaction, is a mixture of 1,4- and 1,2-units. 

10 

21. A liquid copolymer according to claim 20 wherein the or each of the (B) blocks, or the polymerised conju- 
gated diene B, prior to the selective hydrogenation reaction, has at least 25 weight percent of the 1 ,2-units. 

22. A liquid polymer according to any preceding claim which has been selectively hydrogenated so that the or 
15 each of the blocks (B), or the polymerised conjugated diene B, has been substantially completely hydroge- 
nated while each of the blocks (I), or the polymerized conjugated diene I, retains sufficient unsaturation for 
vufcanisation. 

23. A liquid copolymer according to claim 22 wherein, after the hydrogenation reaction, the Iodine Number for 
20 the blocks (I), or the polymerised conjugated diene I, is from 20 to 100% of the iodine Number prior to the 

hydrogenation reaction. 

24. A liquid copolymer according to claim 22 or 23 wherein, after the hydrogenation reaction, the Iodine Number 
for the blocks (B), or the polymerised diene B, is 0 to 1 0% of the Iodine Number prior to the hydrogenation 

25 reaction. 

25. A halogenated derivative of the copolymer of any of the preceding claims. 

26. A maleated derivative of the copolymer of any of the preceding claims. 

30 

27. A process for the production of a liquid block copolymer according to claim 1 , 2, or 3, which process com- 
prises : 

polymerising the conjugated diene I, under anionic polymerisation conditions, to form (I) ; 
adding the conjugated diene B to the reaction mixture and polymerising it to block (B) ; and 
35 repeating the sequential addition of monomer feed to provide the liquid block copolymer, wherein : 

I and B are defined in claim 2. 

28. A process for the production of a liquid block copolymer according to claim 1, 2 or 3, which process com- 
prises : 

40 polymerising the conjugated diene I. under anionic polymerisation conditions, to form (I) ; 

separately polymerising the conjugated diene. under anionic polymerisation conditions, to form (I) 1 ; 

adding the conjugated diene B to the reaction mixture containing (I) 1 and polymerising it to (B) 
thereby forming diblock (B) y -{l),. ; and 

subsequently coupling the or each block (I) to the diblock (B) y -(l) x . to provide the liquid block 
45 copolymer (l) x -(B) y -{l) x ., wherein : 

l,x, x\ B and y are defined in claim 2. 

29. A process according to claim 28 wherein the coupling agent comprises an ester, carbon dioxide, iodine, a 
dihaloalkane, silicon tetrachloride, an alkyltrichlorosilane, a dialkyldichlorosilane, a Lewis base or d'rvinyl 

so benzene. 

30. A process for the production of a liquid random copolymer according to claim 1 , 4 or 5, which process com- 
prises : 

polymerising the conjugated diene I with the conjugated diene B under anionic polymerisation con- 
55 ditions to provide the liquid random copolymer. 

31 . A process according to claim 30 wherein the polymerised conjugated diene B comprises from 75 to 90 molar 
percent of the liquid random copolymer. 

32. A process according to any of claims 27 to 31 wherein at least one monomer feed comprises an aryl-sub- 

29 
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stituted olefin as defined in claims 6 to 8. 

5 33. A process according to any claims 27 to 32 wherein the liquid polymer is selectively hydrogenated so that 
each of the blocks (B), or the polymerised conjugated diene B, has been substantially completely hydroge- 
nated while each of the blocks (I), or the polymerised conjugated diene I, retains sufficient unsaturation for 
vulcanisation, 
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